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ON SILVER FORMANILIDE.* 

By W. J. COMSTOCK ahd FELIX ELEEBEBO. 

That acid analides can form salts with metals was first 
shown by Hofmann f in ISGS, when he succeeded in preparing 
the sodium salt of f ormanilide. Salts of acid amides with the 
hea^ metals had been prepared previously, and since that 
tune niunerous investigators have had occasion to work with 
similar compounds. Bunge X first prepared sodium acetanilide 
by acting with metallic sodium on the hot solution of acetani- 
lide in xylene, and in the same paper states that he was unable 
to prepare silver salts of either form, or acetanilide. Hepp's 
well-known synthesis of mono-methyl aniline from sodium 
acetanilide shows that the structure of this salt is 

Although Tobias § was unable to obtain methyl formanilide 
from sodium formanilide, it has since been shown by Norton 
and Livermore, || as well as by Pictet and Cr^pieux,^ that this 
synthesis is possible, so that in this latter salt as well sodium 
is united with the nitrogen. In the group of analogous thio- 
anilides, which differ from the ordinary acid anilides in that 
they are readily soluble in cold dilute alkalies, another struc- 
ture must be assumed for the sodium salts. WaUach ** showed 
that the sodium salt of thiacetanilide does not give the normal 

C IT 
ethyl-thiacetanilide, CeH^<Q^^^, by treatment with ethyl 

bromide, but that an isomeric compound, CeHiN=C<Q^ •' 

• Amer. Chem. Jour., zii, No. 7. t Berl. Akad. Ber., 1866, 658. 

t Ann. Chem. (Liebig), Suppl. rii, 122. { Ber. d. chem. Ges., xt, 2462. 

I Ibid., XX, 227& IT Ibid., xxi, 1106. 
M> Ibid., xi, 1600. 
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4 ON SILVER FORMANILIDE. 

which he called ethyl-iBO-thiAcetanilide, is formed Since then 
the investigation of siiailarr thio-Anilides has led to the coneln- 
sion that in the sodium salts of bodies of this class the metal 
is united with sulphur rather than with nitrogen. 

Notwithstanding the failure of Bunge to obtain a silver salt 
of formanilide, it can be prepared in quantity with no more 
inconvenience than attends the preparation of other amorphous 
silver salts that are sensitive to light. 

An investigation of this salt has led us to the interesting 
result that, although in sodium f ormanilide the metal is, as 
mentioned above, united with nitrogen, to the silver salt must 

be assigned the structure CeH^ : C<^'^. K silver f orm- 
anilide and methyl iodide are allowed to react in molecular 
proportions, silver iodide is formed together with a compoundi 
the analysis of which gave results agreeing with f ormyl-mono- 
methyl-aniline, but whose properties and decompositions are 
entirely different. The boiling-point and the characteristic 
odor show at once that the body is not f ormyl-mono-methyl- 
aniline. With aniline the new compound reacts according to 
the equation 

CaH^O + C.H,NH, = CiaHi^, + CH.OH, 

and the compound, CigHuN,, is the well-known diphenyl-f orm- 
amidine, 

the structure of which can be regarded as settled. This re- 
action and the formation of the new compound from silver 
f ormanilide show beyond doubt that its structure is 



CaH.N=C<^^^«; 



we shall speak of it hereafter as methyl-iso-formanilide, in 
conformity with the nomenclature adopted by Wallach for the 
corresponding thio-compounds, or as phenyl-formimido-methyl 
ether, on account of its analogy to the imido-ethers of Pinner. 
Below are given the details of the reaction. It is our intention 
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ON SILVER FORMANILIDE. 6 

to give a more complete stady of this class of compounds at a 

future date, the object of this paper being to call attention to 

the behayior of silver f ormanilide, and the connection of our 

results with the question of the constitution of compounds 

^^«^;^:«« *\.^ .^^..^ NH-CO ^^ N=C.OH 
contaming the group i I ^ I I 

Compounds of this nature received a great deal of attention 
during the few years succeeding the publication by Baeyer and 
Oekonomedes * of their work on isatine. Essentially the same 
question had previously come up regarding cyanic and cyan- 
uric acids, and the method of attacking the problem was the 
same, ue. to study the ethers. If the ether contained the 
alkyl group attached to oxygen, it was regarded as proof 

N=C OH 
that the original compound contained the group ■ | ' , 

while the other arrangement of atoms (now frequently spoken 
of as the tautomeric form) was assumed when the ether con- 
tained the alkyl attached to nitrogen. This led to the adoption 
of formulae containing the two different groups for compounds 
in which the same arrangement might well have been expected. 

For example, isatine was a lactim having the group | V , 

and oxindol was a lactam with the group • | ; carbo- 

styril was a lactim, while oxypyridine and hydrocarbostyril 
were lactams. In preparing the ethers the silver salts were 
sometimes used ; frequently the alkyl halide was made to act 
on the sodium or potassium salt in alcoholic solution. It 
was supposed that the result would be the same whichever of 
these two methods was used. Friedlander,! in collaboration 
with Weinberg and afterwards with MtiUer, showed that, 
according to the method adopted, the lactam-ether (Fig. I) 
or the lactim-ether (Fig. II) could be prepared from car- 
bostyriL 

• Ber. d. chem. Oes., xt, 2098. 
t Ibid., XTiii, 1528, and xz, 2000. 
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ON SILVER FORMANILIDE. 
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Friedlander suggested that other compounds may show 
a similar behavior. In looking over the literature up to that 
date, it is interesting and suggestive to see how the conclusions 
as to the structure of these compounds depended entirely on 
the method used in preparing the ethers. Isatine*, isatoxime,t 
and carbostyril were lactims ; their ethers were prepared from 
the silver salts. 7-0xyquinaldine4 oxynicotinic acid,§ pseudo- 
lutidostyril,|| and oxindol^ all gave ethers in which the alkyl 
group was joined to nitrogen ; their ethers were prepared by 
the action of the alkyl halide and sodium alcoholate or an 
alcoholic solution of potassium hydroxide. It is especially 
interesting that ethyl-pseudoisatine-o-ethoxim,** from which 
Baeyer made ethyl-pseudoisatine, 

was prepared with sodium alcoholate and ethyl iodide. 

In this connection an experiment which we recently made 
is worth mentioning, though only indirectly bearing on the 
rest of this paper. Isatine was boiled in alcoholic solution 
with ethyl iodide and the theoretical quantity of sodium 
alcoholate for two hours. On boiling off the greater part of 
the alcohol and adding water, a dark resinous product sep- 
arated ; this product gave, after shaking out with ether and 
evaporating the ether, a well-crystallized body, but mixed 

* Baeyer and Oekonomedes, Ber. d. chem. Gea., zt, 2093. 

t Baeyer and Comstock, Ibid., xvi, 1704. 

t Knorr and Antrick, Ibid., zrii, 2870. 

§ y. Pechmann, Ibid., xviii, 317, and xyii, 2890. 

ii Hantzsch, Ibid., xyii, 2903. 

ir Ibid., xyi, 1704. •• Baeyer, Ibid., xyi. 218a 
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ON SILVER FORMANILIDE. T 

with a consideTable quantity of the resinous materiaL It was, 
however, easily purified by crystallizing from boiling water. 
After a second recrystallization it fused at OS''. Th^ com- 
pound corresponds exactly to the description of ethyl-pseudo- 
isatine. It dissolves in dilute potassium hydroxide giving a 
light yellow solution, from which it is precipitated at once 
unaltered on the addition of an acid. The compound, 

corresponding to the methyl ether obtained by Baeyer and 
Oekonomedes from the silver salt of isatine, should regenerate 
isatine under these conditions. We have no intention of 
entering into a discussion of the *^ tautomerism " of the 
groups CO— NH, HO.C=N, but would call attention to the 
fact that it is the tendency of a silver atom entering into such 
a compound to give it the form C.OH=N, even where the 
alkali salts are derived from the lactam form CO— NH. 

One compound in which the group CO— NAg has been 
hitherto regarded as existing beyond question, has interested 
us on account of the iodine compound made from it : silver 
succinimide. We shall describe later on the action of iodine 
on silver formanilide, and the formation of the compound 
C^jNOI, whose only analogue known thus far (at least as 
far as its formation is concerned) seems to be Bunge's* 
" iodo-succinimide," prepared by acting with iodine on silver 
succinimide. The formation of the compound C^H^NOI at 
ordinary temperature from silver formanilide makes it prob- 
able that the compound has the structure C6H,N=C<qj. 

The formation of iodo-succinimide under the same conditions 
led us to the idea that both iodo- and silver succinimide might 
be derivatives of the form 

CHsC.OH 



Aim. Chem. (Liebig), Snppl. yii, 119. 
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8 ON SILVER FORMANILIDE. 

The experimental verification of this did not, however, work 
as smoothly as we had hoped. The results will be published 
at a later date. 

Silver Farmanilide. — This salt can be prepared by dissolv- 
ing the sodium salt in alcohol of about 50 per cent, and 
gradually adding the theoretical quantity of silver nitrate, also 
in dilute alcoholic solution, stirring the solution well mean- 
while. After the silver nitrate solution is all added it is 
advantageous to add more water and wash partly by decanta- 
tion. The salt is white when first precipitated, but by the 
time it has been washed and dried it always has a gray color, 
light or dark according to the time used and its exposure to 
light. It is amorphous. A quicker method of preparing it 
is to dissolve the theoretical quantities of formanilide and 
silver nitrate in dilute alcohol, adding gradually the theoreti- 
cal quantity of pure sodium hydroxide with constant stirring, 
and washing with water as in the other method. At ordinary 
temperature the salt is quite stable. Unless great care is used 
to avoid an excess of the alkali and to use pure alkali, the 
purity of the salt suffers. 

A silver determination gave Ag = 47.89 per cent ; calculated 

for CeH5=NC<2^^, Ag = 47.37 per cent. 

Methf/lriso-formanilide, — When silver formanilide is treated 
with methyl iodide in molecular proportion, the iodide being 
diluted with a small quantity of perfectiy dry ether, a thick 
paste is formed, or indeed, where the quantity of ether used is 
small, the liquid is entirely absorbed by a part of the salt 
while the rest looks perfectiy dry. On standing for a time 
at ordinary temperature the appearance of the mixture grad- 
ually changes ; it becomes more fluid, and after 24 hours the 
formation of silver iodide seems to be complete. When large 
quantities are used the reaction is accompanied by evolution 
of heat, sufBcient to make the ether boil. More ether is now 
added and the liquid filtered from silver iodide. After boiling 
off the ether a heavy oil is obtained, the greater part of which 
boils from 195° -200°, and on redistilling, a colorless product, 
boning at 196°-198°, results. 
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ON SILVER FORMANILIDE. 9 

Analysis showed the eompositioii CgH^NO. 

C 71.11 71.39 

H 6.66 6.89 

N 10.37 10.41 

As to the structure of this compound there can be no 
question ; it is represented by the formula 

The tendency of methyl-iso-formanilide to form diphenyl 
f ormamidine is marked ; it is analogous to the behavior of the 
imido-ethers and the iso^thio-anilides. When mixed with ani- 
line in molecular proportions, the mixture warms up and finally 
becomes solid. The amidine was purified by reciystallization 
from alcohol. 

The reaction is 

CeHpT=C<gcH. + C.H.NH. = 

The same reaction takes place when aniline is added to 
methyl-iso-formanilide in the presence of a large quantity of 
water. A dilute solution of aniline hydrochloride converts it 
at once into the hydrochloric acid salt of diphenyl-f ormamidine. 
For the preparation of the amidine the addition of aniline is 
not necessary. If hydrochloric acid, strong or dilute, is added 
to methyl-iso-formanilide, diphenyl-formamidine hydrochloride 
is formed at once. This is easily understood in the hght of 
the former reactions. The reaction takes place in two phases. 
The first change is represented by the equation, 

C,H,N=C <H^^* + H,0 + HCl = C.H»NH,HC1 + HCOOCH, ; 

and, second, the aniline hydrochloride formed acts at once on 
unaltered methyl-iso-formanilide. In the first phase the reac- 
tion is exactly analogous to the behavior of benzylidene-ani- 
line, C^HgCH=NCjH,, on treatment with acids. The formation 
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10 ON SILVER FORMANILIDE. 

of the amidine also takes place, though slowly, on exposing 
the iso-formanilide to moist air. In all cases the diphenyl- 
fonnamidine melted at 137*'-138° after recrystallizing from 
alcohoL 

Oalenlited for w,»«j 

C 79.60 79.82 

H 6.12 6.16 

N 14.28 13.94 

Analysis, a comparison of the compound with diphenyl-f orm- 
amidine prepared by other methods, and the splitting off of 
aniline * by boiling with dilute alcohol, serve to establish the 
identity of the compound beyond question. 

Action of Iodine on Silver Formanilide. — When the finely 
pulverized silver salt is mixed with dry chloroform and one 
molecule iodine is added, the f oimation of silver iodide begins 
at once. If the iodine is dissolved in chloroform before it is 
added, the reaction takes place rapidly at ordinary temperature ; 
but no harm is done by warming on the water-bath. In tak- 
ing molecule for molecule of the silver salt and iodine, the 
chloroform solution retains the iodine color, but on adding an 
excess of silver salt it is colored amber-yellow. After filter- 
ing from the silver iodide the solution is concentrated, first on 
the water-bath, finally at ordinaiy temperature, by passing a 
current of dry air over it until quite a quantity of light 
yellow crystals has separated. These are washed with dry 
ether to free them from the mother-liquor and from a small 
quantity of reddish oil. The new compound can be recrys- 
tallized from ether or chloroform, but unless great care is 
taken to work quickly and avoid moisture there is a separa- 
tion of iodine. Diy ether or pure acetone can be used in 
place of chloroform in making the reaction, but we obtained a 
better yield in using chloroform and working with small quan- 
tities. The best yield was 2.7 g. from 6 g. silver salt. On 
heating the compoimd decomposes with separation of iodine ; 
the separation is less, the more slowly it is heated. After 

• Ber. d. chem. Ges., xr, 24d0. 
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ON SILVER FORMANILIDE. 11 

keeping for a time it also smells strongly of iodine, and iodine 
crystals can be observed. An iodine estimation gave 50.27 
per cent iodine. The theory for CTHeNO Irequires 51.42 per 
cent iodine. The iodine determination shows clearly that the 
compound is derived from silver formanilide, by the introduc- 
tion of one atom of iodine in the place of silver. Bimge has 
shown that iodine does not react with sodium formanilide, in 
which the metal is united with nitrogen. 

We have shown that in silver formanilide the metal is 
attached to oxygen. The ready formation of the new 
compound from silver formanilide at ordinary temperature, 
together with Bunge's observation, seem to warrant our 
conclusion that its structure is represented by the formula 

CeH,N=C<5j- 

Perhaps the best name that can be given to it is iodo-iso- 
formanilide. lodo-iso-formanilide is decomposed by water, 
but we have not attempted to study the products. No 
definite melting-point can be given. When slowly heated 
the separation of iodine is not large, and the contents of 
the tube are melted at about 110'', but in this case a second 
compound, the result of molecular rearrangement, is formed. 

Para^odo-formanilide. — After heating iodo-iso-formanilide 
slowly and keeping the temperature for a few minutes at 116°, 
then crystallizing from water, we obtained this second body 
in fine white transparent needles melting at 109°-110®. An 
iodine estimation gave 51.13 per cent iodine. 

The theory for CTHeNOI requires 51.42 per cent This 
same rearrangement can be effected by heating iodo-iso- 
formanilide for a few minutes with formic acid; indeed, 
on adding formic acid it dissolves, heat is evolved, and the 
new compoimd needs only to be crystallized from water. 
The new body is para-iodo-formanilide. To prove its iden- 
^ tity we prepared para-iodo-aniline by the method described by 
Michael and Norton,* and made the formyl compound. By 
boiling |>-iodo-aniline with a slight excess of formic acid for a 
♦ Ber. d. chem. Gee., xi, 108. 
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12 ON SILVER FORMANILIDE. 

few minutes, boiling off the excess of acid and crystallizing 
from hot water, we obtained the formyl compound in long 
needles exactly like those obtained from iodo-iso-f ormanilide. 

Oalonlated for i-^,.,« 

OALNHCHO. 'OWMI. 

Iodine . . • . 61.42 51.77 



It dissolves easily in alcohol, methyl alcohol, acetone, ether, 
chloroform and benzene, with difficulty in cold water, more 
readily in hot water. The melting-point remained constant 
after repeated recrystallizations from water at 108'' -109®. 

This formation of para-iodo-f ormanilide from iodo-iso-f orman- 
ilide suggests the reaction which Bender described.* From a 
compound whose structure Bender considered to be 

he obtained by molecular rearrangement jo-chlor-acetanilide. 

Our conclusion as to the structure of iodo-iso-formanilide 
suggested a reexamination of a number of compounds in 
which it has been supposed that the halogen is united to 
nitrogen. The work is now under way in this laboratory, 
and the results will be communicated later. 

Formation of CarhanUide. — On dry distillation of silver 
formanilide a solid ciystallized compound is formed. This 
is easily separated from the oily products by washing with 
alcohol, and can be obtained pure by recrystallizing from 
alcohol. It turned out to be «-diphenyl-urea. 

Galcnlated for «u-«ji 

0O(NHC,HB)r VtmaA. 

C 73.59 73.32 

H 6.66 6.00 

N 13.20 13.43 

It fused at 231**-288**, corresponding exactly to a specimen 
of diphenyl-urea prepared according to Weith-f We also con- 
verted some of the diphenyl-urea, obtained from silver f orman- 

• Ber. d. chem. Qes., xix, 2273. t Ibid., iz, S2L 
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Hide, into triphenyl-guanidiney which melted at 144^, so that 
its identity is certain. The reaction by which it is formed can 
be formulated: 

2C.H^=C<g^ = 2Ag + CO + C0<5gg;g|. 

That carbon monoxide is formed we proved in the custom- 
ary way. The formation of disubstituted ureas from silver 
salts of the formyl compounds seems to be generaL On dis- 
tilling silver form-para-toluide, and reciystallizing the product 
from alcohol, we obtained dipara-tolyl-urea melting at 255''. 

Ciloiilated f or 

C 76.00 74.77 

H 6.67 6.77 

N 11.66 11.63 

SmtmsLD L&BOSATOST, New Hatsx. 
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RESEARCHES ON THE ISO-ANILIDES.* 

By W. J. COMSTOCK ahd H. L. WHEELEB. 

In the first part of this paper we shall describe experiments 
which show that the sodium and silver salts of f orm-o-naphtha- 
lide and of metanitro-formanilide show, in their behavior 
towards methyl iodide, the same difference that has been found 
in the salts of other aromatic f ormyl compounds. The second 
part contains a description of experiments made with the iso- 
anilides, showing that they react with secondary amines, both 
fatty and aromatic, and with cyan-amide. 

Gattermann f made the interesting observation that nitro- 
pararacetoluide occurs in two modifications, and suggested the 
possibility that these two modifications might correspond to 
the forms containing the two groups — N=C ( OH)— and — NH— 
CO—, It seemed possible that in the case of nitro-formanilide 
— whose salts behave towards methyl iodide as if they had 
the structures — NNa— CO— and — N=C(OAg) respectively — 
these two modifications might be obtained by decomposing 
the salts. But we were able to obtain but a single modifica- 
tion of the metanitro-formanilide in this way. The decom- 
position of both salts by dry hydrochloric acid in presence of 
dry ether and in presence of dry chloroform ; the decomposi- 
tion of the silver salt by dry hydrogen sulphide in presence of 
dry ether; and the decomposition of the sodium salt by moist 
carbonic acid in presence of ether, — aU gave products having 
the same melting-point. In each case, on evaporating the 
solution at ordinary temperature, the crystals had exactly the 
same appearance under the microscope, consisting of tufts of 
extremely fine, hair-like, bent needles. Under these condi- 

* Amer. Cbem. Jour., ziii, No. 8. t Ber. d. chem. Gee., zziii, 1783. 
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tions we could not, however, obtain crystals that were fitted 
for crystallographical or optical examination. 

Silver Salt of Farrnro^naphthalide. — Prepared by adding 
gradually the theoretical quantity of silver nitrate in 60 per 
cent alcoholic solution to the aqueous alcoholic solution of 
sodium hydroxide and the formyl compound. The silver salt 
separates as a voluminous gray precipitate, amorphous and 
sensitive to light, insoluble in water. 

Tdund. Oatooktod. 

Ag 39.14 38^ 

Methffl4s(hFamHi'naphthalide. — Prepared by treating the 
diy silver salt with methyl iodide in presence of dry ether, 
this compound is obtained as a heavy oil, having a strongly 
fishy odor, and boiling at ordinary pressure, witii noticeable 
decomposition at 806°-808^ 

Foand. OUcwlated. 

C 77.8 77.7 

H 5.9 6.0 

It shows the same behavior towards water, dilute acids, and 
primary amines that methyl-iso-f ormanilide does. 

Di-a^naphthyUfiyrmamidine. — Formed by treating the above- 
described ether with a-naphthylamine, and recrystallizing from 
hot benzene. It forms colorless plates, which melt at 199^, 
and are moderately soluble in alcohol, ether, and benzene, 
insoluble in ligroin. Does not dissolve in cold, dilute mineral 
acids. 

Foand. Oatooktod. 

C 86.2 85.1 

H 5.6 6.4 

N 9.4 9.6 

Phenjfl^-naphthf/lformainidiney prepared by treating methyl- 
iso-form-ap-naphthaUde with aniline, is purified by dissolving 
in benzene and precipitating with ligroin. Its melting-point 
is 142^. It is soluble in alcohol, ether, and benzene, difficultly 
soluble in ligroin. 



Digitized by VjOOQ IC 



16 RESEARCHES ON THE ISO-ANILIDES. 



C 83.3 82.9 

H 5.8 5.7 

N 11.8 11.4 . 

The basic properties are much more strongly marked than 
in the case of the dinaphthyl-amidine. 

The reaction of methyl iodide with the sodium salt of 
form-a-naphthalide is not a satis&ctoiy operation, owing to 
the properties of the methyl-naphthyl-amine. However, by 
Hepp's method, we obtained the base corresponding to that 
described by Landshoff.* An attempt to purify it by means 
of the nitrosamine was a failure, as nitrous acid seemed to 
have a more complicated action, and left a most uninteresting 
resinous product. However, by means of the acetyl compound 
described by Landshoff, we were able to identify the secondary 
amine. 

MetOrnUroiforrnanilide. — This is easily prepared by boiling 
meta-nitraniline with an excess of pure formic acid, adding 
water and recrystallizing from hot water, alcohol, or benzene. 
It melts at 184^. It is soluble in hot water, alcohol, and 
benzene ; difficultiy soluble in ether and ligroin. 

Found. Calenlited. 

C 50.6 50.6 

H 3.9 3.6 

Sodium Meta-nitro-formanilide. — To prepare the sodium 
salt, the best method is to dissolve the theoretical quantity 
of sodium in the smallest possible quantity of pure, dry 
methyl alcohol, and add it to the f ormyl body, which has been 
moistened to a paste with methyl alcohol. The lemon-yellow 
salt which is formed is readily soluble in methyl alcohol, and 
should be washed thoroughly with dry ether. A sodium 
estimation in the salt thus prepared gave Na = 12.1 per cent 
(calculated, Na = 12.2 per cent). Exposed to the air, the salt 
gradually absorbs carbonic acid, and is finally completely con- 
verted into sodium carbonate and the f ormyl compound. If 

• Ber. d. chem. Ges., xi, 688. 
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in preparing the sodium salt the methyl alcohol is not thor- 
oughly washed out by ether, the lemon-yellow salt gradually 
changes into a mass of orange-colored needles, which, dried 
over sulphuric acid, gave Na = 10.1 per cent The theoretical 
percentage for the sodium salt with 1 molecule of CHtOH is 
Na = 10.45. The same orange-colored needles are obtained 
when the alcoholic solution is concentrated. On adding 
water to the alcoholic solution of the salt, the free formyl 
compound is precipitated. 

Action of Methyl Iodide on the Sodium Salt — Methyl iodide 
reacts but slowly with the sodium salt when warmed on the 
water^bath in a flask fitted with an inverted condenser; 
nevertheless the reaction can be made to take place in this 
way if the heating be continued for some days, care being 
taken to exclude moisture and carbonic acid. 

The reaction is finished when a specimen of the mixture no 
longer shows an alkaline reaction. The reaction takes place 
in a very few hours when conducted in a sealed tube at 100®. 
In either case, by crystallizing from alcohol, the nitro-formyl- 
methyl-aniUne can be obtained in long needles, having a slight 
yellowish tinge and melting at 70° -71**. 



Foimd. 

C 63.0 53.3 

H 4.5 4.4 

The meta-nitro-monomethyl-aniline prepared from the pure 
formyl compound melted at 67°, and the nitrosamine, which 
we obtained perfectly white, melted at 76°. Nblting and 
Strieker * gave 65°-66° and 68°-70° as the melting-pomts of 
these two compounds. 

SUver Metor^ibroiformanilide. — The silver salt can be 
prepared in aqueou&«lcoholic solution in the same manner as 
silver formanilide. It is amorphous, and, when first precipi- 
tated, colorless. It can be washed with hot water. 

Fioand. Oftleolatod. 

Ag 39.8 39.3 

* Ber. d. chem. Ges., zix, 648. 
VOL. n.— 2 
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MetornitrO'methtflisO'farmanilide is prepared by treating the 
dry silver salt with methyl iodide diluted witJli ether. On 
fractioning at a pressure of 21 mm., the iso-anilide was obtained, 
boiling at 172°-178° ; temperature of bath, 190^ The com- 
pound solidifies in the receiver to a mass of long, slender, 
lightryellow needles, melting at 45**. 

Fbvmd. Oalonlitod. 

C 53.5 53.3 

H 4.5 4.4 

N 15.8 15.6 

The ether reacts with primaiy amines, as do the others thus 
far described, but the tendency to form the amidine in presence 
of water is not so marked as in the case of the non-substituted 
iso-€uiilides. Treated with dilute hydrochloric acid, for in- 
stance, the salt of meta-nitraniline is obtained at once. 

Binitra-diphenyl-formamidine, CB^^' O^H^.NO^ _^ ^^^^^ 

ture of the theoretical quantities of the iso-anilide and meta- 
nitraniline, heated up slowly on a bath, remained liquid from 
60® to about 110**, at which temperature the mass became 
solid. On recrystaUizing from alcohol, the amidine was 
obtained in small yellow hair-like needles, melting at 196°- 
196''. A combustion of the substance dried at ISO"" gave the 
following results : 

Fonnd. Oaloolated. 

C 54.9 54.5 

H 3.6 3.5 

The compound is soluble in alcohol, ether, chloroform, and 
acetone ; ihsoluble in ligroin. 

Mon(Miitr(hdiphent/Uformamtdinej CH^^'^^^^'^^K On 

adding the theoretical quantity of aniline to the fused ether, 
the mixture solidifies in a few miautes, and when crystallized 
from absolute alcohol the amidine is obtained in long yellow 
prisms which melted at 146'*. 
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Fomd. Oalooliitad. 

C 64.8 64.7 

H 4.7 4.6 

The following experiments will serve to show that the iso- 
anilides react with secondary amines, fatty and aromatic, 
forming trinsubstitated amidines: 

IHetht/t^hmyl-farmainidinej CR\^^ ^^ . — A mixture of 

methyl-iso-formanilide and a slight excess of diethyl-cunine 
was boiled in a flask fitted with an inverted condenser 
for about two hours, and then distilled at ordinary pressure. 
Practically the entire quantity came over between 266'' and 
276''. On redistilling, a nearly colorless oil was obtained, 
boiling at 278'' -276°. There was, however, a noticeable 
decomposition, and the compound had a strongly alkaline 
odor. Converted into the gold double-salt and recovered, 
the amidine is colorless and odorless. The gold double- 
salt is difficultly soluble in water, easily soluble in alcohol, 
and crystallizes in small lemon-yellow plates when water is 
added to the alcoholic solution; the plates melt at 147'^. 
After drying over sulphuric acid in vacuo^ its analysis gave 
the following results: 

OaloulAfeed f or 
Foimd. OH^iJ^A^HOl + AttCI.. 

C 25.9 26.6 

H 3.6 3.3 

N 6.4 6.4 

Au(=196.6) . 37.9 3ai 

Methylrdiphent/l-fannamidine, CH^ ' ^^ . — A mixture 

of monomethyl-aniline and methyl-iso-formanilide was allowed 
to stand at ordinary temperature for some days, and, after 
having been warmed on the water-bath a short time, was dis- 
tilled under diminished pressure: an excellent yield of the 
fi.TnifiiTiP. -was obtained. The substance is a heavy yellowish 
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oil, boiling at 214'' under 22 mm. pressure; temperature of 
bath, 260°. 





ttmA. 




c . . 


. . . 79.6 


80.0 


H . . 


. . . 6.7 


6.7 


N . . 


. . . 1SJ6 


13.3 



The gold doublensalt is difficultly soluble in water, and when 
water is added to the alcoholic solution crystallizes in gold- 
colored plates which melt at 145^ A gold estimation in the 
air-dried salt gave Au = 86.7 per cent; calculated for the 
anhydrous salt, Au = 85.7 per cent. 

Action of Cyan-amide on the leo^mlidee. 

Cyafirphenylformamidinej CB^' WCN* — ^^®^ ^^ ®^^ 

real solution of cyan-amide and methyl-iso-formanilide is 
allowed to stand at ordinary temperature, it soon begins to 
deposit a ciystalline crust, the separation of which is practi- 
cally complete in 24 hours, unless the solution is very dilute. 
The new compound, after washing with ether, can be reciys- 
tallized from hot water or alcohol, in both of which it is quite 
soluble. From alcohol it separates in long, flat, colorless 
prisms; from hot water, in long needles. Its melting-point 
is 188°. Its analysis corresponds to the formula CgHTNt, and 
its structure is in all probability represented by the formula 

\n.h.cn 

TMrnd. QJenhtiJ. 

66.0 66.2 

H 5.0 48 

N 29.0 29.0 

Cyan-para-tolyl-formamidme. — Cyan-amide reacts witih 
methyl-isofonn-paia-tolaide in etheieal solution in the same 
way that it does with the iso-anilide. Reciystallized £iom 
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alcohol, the new body is obtained in long, well-developed prisms 
which melt at 176*^-177°. 

Found. Oalonlrtud. 

C 68.0 67.9 

H 6.7 6.6 

N 26.3 26.4 
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ON THE PREPARATION OF OXYGEN-ETHERS 
OF SUCCINIMIDE FROM ITS SILVER SALT * 

By W. J. COMSTOCK and H. L. WHEELER. 

The action of ethyl iodide on silver succinimide has aJready 
been tried by Mensehutkin,t as well as by Landsberg, J in the 
course of his extended investigation on the imides of dibasic 
acids. Both investigators state that they obtained only silver 
iodide and regenerated succinimide. Comstock and Eleeberg § 
found that by treating dry silver succinimide with methyl iodide, 
at most a trace of succinimide was regenerated ; but they did 
not obtain the resulting compound in a pure state. That it 
was not the well-known methyl succinimide, i. e., the nitrogen- 
ether of succinimide, was shown by tiie fact that it reacted 
with aniline, with the formation of the base to be described 
later. We have taken up the work at this point, and succeeded 
in preparing in a state of purity the ethyl and propyl com- 
pounds resulting from the action of the corresponding iodides 
on silver succinimide. These compounds were found to be 
isomeric with the nitrogen-ethers of succinimide, and have, 
without doubt, the structure 

CH,-CO^ 
(!h.-<^ 

We have not attempted to prepare the corresponding 
methyl-derivative, as its boiling-point was found by Kleeberg 
to be too near that of the nitrogen-ether to allow a separation 
by fractional distillation, in case any nitrogen-ether should be 
formed in the reaction. It is absolutely essential in preparing 

* Amer. Chem. Jour., xiii, No. 8. 

t Ann. Chem. (Liebig), clxii, 170. % Ibid, ccxt, 211. 

§ Ber. d. chem. Ges., xxiii, 2274 ; Amer. Chem. Jour., zii, 408. 
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the oxygen-ethers, to exclude all moistorey even after the 
reaction is over, as the pure bodies form succinimide when 
exposed to moist air: 

C4H JJOjR + H,0 = C4H^0, + ROH. 
This ready formation of succinimide from the oxygen-ethers 
explains Lsuidsberg's failure to obtain anything but silver 
iodide and succinimide when he allowed ethyl iodide to act on 
the dry silver salt in presence of dry benzene. We have 
found that the oxygen-ethers are formed in presence of dry 
benzene, ether or chloroform, the last being used in conduct- 
ing the reaction with larger quantities. The formation of the 
oxygen-ether can readily be detected after filtering from the 
silver iodide, by evaporating the solvent and adding a few 
drops of aniline. The base formed has the composition 
CioHioNjO, and has without doubt the formula 
CH,.CO 



i 



!H,C f 



Succinimide is thus placed in the categoiy with formanilide 
and other formyl compoimds of primary aromatic amines, 
since it was shown by Landsberg that the alkaline salts give 
the nitrogen-ethers when treated with alkyl iodides. We were 
also able to show that in each case a small quantity of the 
nitrogen-ether had been formed from the silver salt This 
was done by decomposing the ethers with a solution of potas- 
sium hydroxide, and showing the presence of a primaiy amine 
by the iso-nitrile reaction. Tins formation of a small quantity 
of nitrogen-ether from the silver salt renders the assumption 
of a different structure for the sodium and silver salts less 
satis&ctory, as in that case refuge must be taken in the 
assumption of a molecular rearrangement at low temperature. 
We have attempted to find experimental evidence that might 
throw more light on this interesting subject, but as our results 
have been thus far negative, we present the definite experi- 
mental results already obtained and postpone the discussion 
of the theoiy till a future date. 
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OxygeTireihyl Succinimide* — Silver succinimide dried to a 
constant weight at 100^ was allowed to stand for several 
weeks at ordinaiy temperature with the theoretical quantity 
(1 mol.) of ethyl iodide diluted with two to three times its 
weight of dry chloroform. After filtering off the silver 
iodide and washing with more dry chloroform, the chloroform 
was distilled off on the water-bath, and the dark, oily residue 
distilled under diminished pressure. A second distillation 
yielded the oxygen-ether as a colorless oil, boiling at 144°-146** 
under a pressure of 20 mm., the temperature of the bath 
being 190*". The compound decomposes when boiled at 
ordinary pressure, and even at 20 mm. a slight decomposition 
can be noticed. Analysis gave results agreeing with the 
theory, 

«,,__4 Oaloolated for 

^"""^ 0,H^0> 

C 66.62 56.69 

H 7.11 7.09 

On adding aniline the mixture solidifies at once, and with 
noticeable evolution of heat if more than a few drops are used 
in the reaction. When exposed to moist air the pure ether 
gradually solidifies, forming succinimide, which shows the 
correct melting-point without recrystallization. In order to 
test for the presence of the nitrogen-ether, a small quan- 
tity of the chloroform solution, representing about six to 
eight g. of silver salt freshly filtered from silver iodide, was 
treated with water and allowed to stand several hours after 
vigorous shaking. The chloroform was then distilled off, the 
aqueous solution distilled with potassium hydroxide, and an 
examioation for primary amine made in the way described 
under the propyl-ether. The presence of a primary amine 
was shown beyond doubt, therefore some nitrogen-ether had 
been formed in the reaction. If the nitrogen-ether is formed 
by molecular rearrangement from the oxygen-ether, that re- 
arrangement must take place in this case at ordinary tem- 
perature, as the oxygen-ether must have been completely 
converted into succinimide by the action of the water before 
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any heat was applied. The nitrogen-ethyl-ether, which was 
prepared for comparison according to Menschutkin, boiled at 
235^ at 768 mm. pressure (Menschutkin gives 284^), and at 
20 mm. showed the boiling-point 122^ ; temperature of bath, 
155^* It does not react with aniline. 

Oxyger^propt/UitLccinimide. — This was prepared in the 
same way as the corresponding ethyl compound, but the 
reaction took place more slowly. After five weeks the chloro- 
form solution was filteied from the iodide, and it was found 
that a noticeable quantity of silver iodide separated on evapo- 
rating the solution, so that the residue was again taken up in 
chloroform and treated as described under the ethyl-ether. 
At the first distillation it was found that at 19 mm. pressure 
but a few drops came over below ISS*', while almost the 
entire quantity boiled between 15Z^ and 160*". On redistilling, 
the greater part came over at 158'*-164*' (pressure, 19 mm. ; 
temperature of bath, 195°), again leaving a dark residue. 

Analysis gave the following results : 

»i,^„^. OalonUted f or 

Foand. OtHuNO,. 

C 59.10 59.57 

H 7.95 7.80 

N 10.30 9.92 

The slight variation of our results from the theory would 
indicate the presence of a small quantity of succinimide, but 
as its boiling-point must be very close to that of the ether, a 
separation would hardly be possible, and is indeed not neces- 
sary. Like the corresponding ethyl-ether, it decomposes when 
boiled at ordinary pressure ; gives succinimide when exposed 
to the air, and reacts at once with aniline. As the nitrogen- 
propyl-ether has a lower boiling-point than the oxygen-ether, 
the first portions of the distillate from the impure oxygen-ether 
were examined for the nitrogen-ether. It was impossible, 
from the boiling-points given, that more than a small quantity 
of nitrogen-ether could be present, and this could hardly be 
separated in a pure state. So the first portions of the dis- 
tillate were boiled with a strong solution of potassium hydrox- 
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ide as long as any volatile base came off, the volatile part 
being caught in dilute hydrochloric acid. On evaporating the 
acid solution it 'was found from its insolubility in cold absolute 
alcohol, that the greater part of the residue consisted of 
ammonium chloride, but that in that portion soluble in alcohol 
we could positively identify propyl-amine by the iso-nitrile 
reaction. Therefore a small quantity of the nitrogen-ether is 
formed together with the oxygen-ether. 

NUrogen-propt/lsuccinimide. — For comparison we prepared 
this compound by the same method that Menschutkin used in 
making the methyl- and ethyl-compounds — by distilling the 
acid succinate of propyl-amine. We obtained it as a colorless 
oil boiling at 247°-248*' at 768 mm. pressure. When cooled 
in a freezing-mixture it solidifies and shows the melting-point 
15^-16°. It boiled at ISe^'-lST^ at 27 mm. pressure. It 
does not form the base C^jIIj^NjO with aniline. A nitrogen 
estimation gave N 9.92 per cent ; the theory requires 9.80 
per cent. 

Base Cj^ij^sO. — This base is formed at once, as we have 
before stated, on adding aniline to one of the oxygen-ethers of 
succinimide. If the ether be pure, the resulting base needs 
only to be recrystallized from alcohoL If an impure ether be 
used, the base can be readily purified by dissolving it in cold 
dilute hydrochloric acid, filtering from the dark residue and 
precipitating with ammonia. Its melting-point is 216°. It 
crystallizes from hot alcohol, on cooling rapidly, in small, 
transparent quadrilateral plates. Dried at 100°, its analysis 
gave the following results : 



Voiiiid< 



Oftlookladfor 
OioHmN,0. 



C 69.36 68.96 

H 5.79 6.74 

N 16.20 16.09 

The gold double-chloride of the base is precipitated from the 
acid solution on adding gold chloride. When prepared in the 
cold, the double salt forms a voluminous, sulphur-yeUow pre- 
cipitate consisting of microscopic needles. When the gold- 
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chloride solution is added to the hot acid solution of the base, 
the double salt separates on cooling in goM-yellow prisms. 
The salt should not stand long in contact with the mother- 
liquor; even when filtered quickly and dried in vacuo over 
sulphuric acid, it turns green on the surface. A gold estima- 
tion gave Au = 88.46 per cent ; calculated for Cj^i^sO. 
HCLAuCl., Au (= 196.6) = 88.88. The salt melts with 
decomposition at 170^. 
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ON SOME DERIVATIVES OF AROMATIC FORMYL 
COMPOUNDS.* 

By W. J. COMSTOCK aud R. R. CLAPP. 

The curiously different behavior of the sodium and sHver 
salts of foimanilide towards methyl iodide, as shown by Corn- 
stock and Kleeberg,f is of especial interest as the first case of 
a compound containing the group 

-NH-CO- [or -N=C(OH)-], 

whose sodium salt yields, under conditions which exclude 
dissociation, the nitrogen-ether, — i. e. formyl-monomethyl- 
aniline, — while the silver salt gives the oxygen-ether — 

XT 

t. e., methyl-iso-formanilide, CeH»N=C<QQg . We have con- 
tinued the experiments in that direction and found that 
fonn-ortho-toluide and form-para-toluide behave in the same 
way : both give silver salts which, on treatment with methyl 
iodide, yield iso-toluides ; and the sodium salt of each can 
be used for preparing the secondary amine. As a contri- 
bution to our knowledge of the iso-anilides, we have also 
prepared seven higher ethers and found that they give the 
same reactions, — formation of diphenyl-form-amidine by the 
action of aniline, by the action of a dilute acid, and by 
the gradual absorption of water on exposure to the air. We 
have also found, though without purifying and analyzing 
the products, that methyl-iso-formanilide reacts with other 
primaiy aromatic amines as well as with aniline; and have 
prepared and analyzed the amidines formed by treating it with 
hydroxyl-amine and benzyl-€unine. On decomposing the sil- 
ver salt of form-para-toluide in presence of dry ether with dry 
hydrochloric acid gas or with dry hydrogen sulphide — care 

• Amer. Chem. Jour., ziii, Ko. 8. t Ibid., zil, 493. 
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being taken to haye the silver salt in excess, — we found, on 
evaporating the ether at ordinary temperature under diminished 
pressure, that the residue fused at 52^, as did also a specimen 
of pure form-para-toluide attached to the same thermometer. 
Nor could we observe, as the compound ciystallized from 
ether, any difference in crystalline form which could warrant 
the assumption that an isomer had first been formed and 
afterwards transformed during the heating into the more 
stable ordinary form-para-toluide. This suggests the similar 
behavior of silver benzamide * towards hydrochloric acid and 
hydrogen sulphide ; although with methyl iodide it gives the 

imido-ether C6H,.C^ * *• I^^ ^^ case of benzamide, how- 
ever, the sodium salt could not be prepared. In form-para- 
toluide we have therefore a case in which sodium and silver 
salts r^enerate the same mothernsubstance, while they behave 
differently towards methyl iodide. As we have been unable 
to find any experimental proof, either of the existence in the 
free state of an isomeric form-para-toluide, or that in treat- 
ing the salts with iodides anything beyond a direct replace- 
ment of metal by alkyl occurs, the best explanation seems to 
be that the salts have a different structure, while only one 
form of the free formyl compound is capable of existing. 
Possibly in some of the compounds belonging to this class it 
will be found that both forms are capable of existing. 

Derivatives of Form-orth(htoluide and Form-^arortoluide. — 
The silver salts of both these compounds can be made by exactly 
the same method as was used in preparing silver f ormanilide. 
The preparation of the iso-f orm-toluides from the silver salts 
is exactly like the preparation of methyl-iso-formanilide, and 
they show the characteristic behavior of the latter compound* 
The two amidines were made from the iso-toluides by the 
action of the corresponding toluidines. 

Silver Forniriyrtho^oluide is amorphous and sensitive to 
light; it is insoluble in cold water. 

* Taf el and Enoch, Ber. d. chem. Ges., zziii, 108. 
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Found. CalcalBtod. 

Ag 4437 4463 

Metht/l^so-fomhortho'toluide is an aromatic oil boiling at 
211°-218^ at 760 mm. pressure. 

n^„<i Caloolftfeed for 

C 72.42 72.48 

H 7.38 7.38 

N 9.71 9.39 

Di-oHho-tolyUformamidinej when recrystallized from alcohol, 
melted at 150°. 

v^inii C»loa]«tod for 

C 80.30 80.36 

H 7.9 7.14 

This compound has already been made by Ladenburg * and 
by Senier f by other methods. 

Silver Formrpara4oluide was obtained as a voluminous pre- 
cipitate consisting entirely of small needles, practically insol- 
uble in cold water; sensitive to light. 

Found. Calcolsted. 

Ag 44.98 44.63 

Methyldso-form^arortoluide is an aromatic oil boiling at 
216^-218'* at 761 mm. pressure. 



Found. 



CalonlAtod f or 

OgHiiNO. 



C 72.44 72.48 

H 7.54 7.38 

N 9.56 9.39 

Di-parar4olylrfonnamidiney when purified by crystallization 
from pure benzene — from which it separates in flat, trans- 
parent, colorless prisms of considerable size — melts at 140°, 



Fomd. 



Oalonlated f or 
CibH^N,. 

C 80.46 80.36 

H 7.21 7.14 

N 12.60 12.50 

• Ber. d. chem. G«(., x, 1260. t Ibid, zriii, 2204. 
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This amidine was also prepared by Senier.* 

In trying the behavior of the sodium salts of both f ormyl 
compounds towards methyl iodide, we found that the mono- 
methyl-toluidines could be prepared either by following Hepp's 
method for the preparation of monomethyl-cuiiline, or by using 
sodium methylate and methyl iodide in presence of dry methyl 
alcohoL The yield is better when Hepp's method is fol- 
lowed, in which case benzene can be used in place of xylene, 
although the action of the sodium is then much slower. 
The secondary base was, however, in no case obtained abso- 
lutely pure imtil converted into the nitroso-compound and 
recovered. Monomethyl-ortho-toluidine boiled at 280**; the 
para-compound at 211*^-212**. 

EthylAio-formamlide is an aromatic oil boiling at 218^-215^ 
at 761 mm. pressure. 



VOOOda 



Caloplated for 



C 72.57 72.48 

H 7.60 7.38 

PropylAso-formanilide boils at 288® -285® at 760 mm. pres- 
sure. 

■auHM^a Oftlonlatod f or 

'"™*'' o«»H„Bro. 

C 73.39 73.62 

H 8.24 7.98 

Both of these ethers react, as before stated, exactly like the 
methyl-ether. 

PhenylienzyUfarmamidine, — Benzyl-amine and methyl-iso- 
formanilide react slowly in the cold when mixed in molecular 
proportions. The solid crystalline product, after being pressed 
free from a small quantity of oil, can be recrystaUized by dis- 
solving in strong alcohol and adding water until a permanent 
turbidity results. The base comes down oily at first, but 
gradually solidifies, forming colorless, transparent, flat prisms, 
melting at 80®. 

v^.»i Calculated for 

C 80.15 80.00 

H 6.72 6.66 

* Loc. Git 
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Action of Hydroxyl-amine on MethtfUiso-fonnanUide. — On 
adding methyl-iso-fonnanilide to an aqueous-alcoholic solution 
of hydroxyl-amine hydrochloride, a white solid body separates 
at once. This substance dissolved in dilute alcohol gave on 
the addition of ammonia a precipitate consisting of small white 
scales which fused at ISO'' -131^. From the method of forma- 
tion the compound is probably phenyl-methenyl-oxamidine of 

the structure C^3N=C <^jj qh* ^ combustion gave results 

agreeing with this formula. 

•g,.,^ Oalcnlated f or 

^^""^ CtH^^. 

O 61.71 61.76 

H 6.17 6.88 

Formation of D>ortho4olylAirea. — On distilling dry silver 
f orm-ortho-toluide, and reciystallizing the distillate from abso- 
lute alcohol, the urea fusing at 247'' was obtained. 




H 



Fomd. 


Oalonlated. 


7487 


76.00 


6.68 


6.67 
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ON HALOGEN ADDITION-PRODUCTS OF THE 
ANILIDES.* 

[second papeb.] 

Bt H. L. WHEELEB akp P. T. WALDEN. 

A PRETiTMTNABY notice was recently given by one of us 
(Wheeler) on halogen addition-products of the anilides.t In 
the case of metanitroacetanilide products were prepared which 
contained bromine in various proportions, but, under certain 
conditions, the total bromine approximated to that calculated 
for a dibromine addition-product. These products have now 
been thoroughly reinvestigated and it has been found that, 
besides free bromine, they contain hydrobromic acid, and that 
the products described as dibromine addition-products of meta- 
nitroacetanilide were mixtures of the perhalides (CftH4.NOs.NH 
COCH,).HBr.Br, and (CftH4.NO,.NHCOCH,),HBr.Br4. 

We have attempted to prepare bromine addition-products of 
metanitroacetanilide and parabromacetanilide in the absence 
of hydrobromic acid, but without success. Bromine free from 
hydrobromic acid can be mixed with these anilides, when sus- 
pended in pure carbon bisulphide, without any addition taking 
place. The unaltered amlides are recovered on filtering and 
drying. When, on the other hand, bromine containing hydro- 
bromic acid or solvents which are attacked by bromine — such 
as chloroform, glacial acetic acid, or ligro'in — are used, per- 
halides are formed. 

It has been found in general that when bromine is mixed 
with an anilide under conditions which permit of the forma- 
tion of hydrobromic acid, the hydrobromic acid unites with the 
anilide to form an ammonium salt, i, e. (R.NHC0CH8)tHBr, % 
and that this salt then adds bromine. 

• Amer. Chem. Jour., xriii, Ko. 2, Febmaiy, 1896. f Ibid., xvii, 612. 
X Compare Nolting and Weing'drtner, Ber. d. chem. Qee., xyiii, ld40; also 
Booseboom, Chem. Centrbl., 1886, 498. 
VOL. n. — 8 
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We have prepared the salts [C«H4.N0a.NHC0CH,],HBr 
from metanitroacetanilide ; [C6H4.Br.NHCOCH8]2HBr from 
parabromacetanilide; and [C«H5.NHCOCH8]sHI from acet- 
anilide. These salts gave the following series of halogen 
addition-products : 

(C«H4.K0a.KHC0CH,),HBr.Br, 

(C«H4.KO,.NHCOCH,),HBr.Br4 

(C«H4.N0,.NHC0CH,),HBr.Bre 

(CeH4.Br.KHC0CH,)sHBr.Br, 

(CeH4.BrjraCOCH,),HBr.Br4 

(C5H,.NHC0CH,),HIJ, 

(C«Hfi.NHC0CH,),HI.l4 

These compounds are perfectly analogous to the perhalides 
CsBr.Br„* Csl.l4,t and NH^Br.Br,. J No perhalides of the 
salts of the anilides have hitherto been described, but per- 
halides of other organic halides have frequently been observed, 
of which the following are examples: CeH5N.NBr.Bra ; § 
(C.H7N),HBr.Br,;|| CeH.(CH,),NI.Ia ; CeH,(CH,>NI.l4 ; and 
C.H,.C.H,(CH.).NI.Ie.ir 

Method of Analysis. — In order to determine total bromine 
the weighed sample was treated with dilute ammonia, and in 
no case were the products analyzed which did not give the un- 
altered anilide with a correct melting-point. The solutions 
were then acidified with nitric acid, and the bromine deter- 
mined by means of Volhard's ** volumetric method. In an- 
other sample free bromine was determined by weighing the 
substance into a solution of potassium iodide and then titrating 
the liberated iodine with a tenth-normal sodium thiosulphate 
solution. From the difference the hydrobromic acid was cal- 
culated. Total iodine was also determined by Volhard's 
method, the free iodine having been converted into hydriodic 

» Wells, Amer. Jour. Sci., xliii, 27. 
t Wells and Wheeler, Ibid., xliv, 43. 
X Roozeboom, Ber. d. chem. Ges., xiv, 2S96b 
§ Hantzsch, Ibid., xxyiii, 2764. 
H Grimaux, Bull. Soe. Chim. (Paris), xxzyiii,127. 
■ 1[ Geuther, Ann. Chem. (Liebig), ccxl, 66. 
** Ann. Chem. (Liebig), cxc, 1. 
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acid by means of a solution of sodium arsenate in sodium 
faicarbonate. Free iodine was detennined in a separate sample 
by means of the sodium thiosulphate solution, and the hydro- 
gen iodide by difference. 

ExperimenU mth MetanitroaeetanUide. 

The 1 : 1 Hydrohromide, OM^.N0t^SC0CHz.HBr, was 
obtained as a colorless crystalline precipitate when hydro- 
bromic acid gas was led into a chloroform solution of the ani- 
lide. It was dried on paper in the air. 



HBr 



Voond. 


Oaloolatodtor 


L n. 




30.6 30.8 


30.9 



The t :1 Sydrohromide, (OtE^.NO^NSCOOSii^.HBr.— 
This and the preceding salt were described in the preliminary 
paper.* It seems to be formed when the 1 : 1 salt is treated 
with glacial acetic acid, since perhaUdes of this salt were inva- 
riably obtained when bromine was added to the 1 : 1 salt in 
the presence of glacial acetic acid. 

The Trihalide (O^H,.lfOi.NHOOOfft\.EBr.Brt. —2.5 g. 
of the 1 : 1 hydrobromide were covered with 26 g. of glacial 
acetic acid (containing some hydrobromic acid) and 8 g. of 
bromine added. On wanning gently, filtering and cooling, 
beautiful light orange-colored flattened prisms separated. 
These were washed with chloroform and dried by pressing on 
filter-paper. 

vnmwv Oaloalated f or 

Br (total). . . 39.2 39.9 

Br (free) . . . 26.2 26.6 

HBr .... 13.1 13.4 

The Pentahalide, iCtHi.N0t.NECOCHt\HBr.Bu, was 
prepared by suspending the 1 : 1 hydrobromic acid salt in 
chloroform and adding bromine in the proportion of 1 mole- 
cule of the salt to about 12 atoms of bromine. Solution was 
effected by warming and adding small quantities of glacial 

«Loc.dt 
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acetic acid. On filteiing and cooling, deep orange-colored 
prisms separated (analysis I). This compound was also 
obtained when 8.5 g. of the 1 : 1 salt weie mixed with 11 g. 
of bromine in 18.8 g. of glacial acetic acid containing a little 
hydrobromic acid gas (analysis 11). 

The ciystals that separated from the solution were washed 
with chloroform containing a little bromine. The material 
for analysis was dried on paper as rapidly as possible. 



Br (total) . . 


roond. 

I. n. 
. . 62.7 61.2 


52.6 


Br (free) . . 


. . 42.6 40.4 


42.0 


HBr . . . . 


. . 10.2 10.8 


10.6 



The Heptahalide, (^C^H^.NO%.NnCOCH^)i.HBr.Bu, was 
obtained by suspending 8.5 g. of the 1 : 1 hydrobromic acid 
salt in 7.8 g. of cold glacial acetic acid (containing hydro- 
bromic acid) ; to this 58.8 g. of bromine were then added and 
the whole warmed to a blood heat. On cooling to— 10° 
long brick-red needles separated. These were washed free 
from glacial acetic acid by means of bromine which had been 
cooled to —10^. The material was drained on the pump, then 
on a porous plate, and finally pressed on paper (analysis I). 
A portion was exposed somewhat longer than I to the air 
(analysis II). 





Vomd. 

I. n. 


Odoalatodlor 


Br (total) . . 


. . 61.0 61.3 


60.8 


Br (free) . . 


. . mZ 63.0 


52.1 


HBr .... 


. . 7.6 8.4 


8.8 



Experiments mth PardbramacetanUide. 

Thei :1 Sydrobramide, (C^H^BrJmC00ff9\.ffBr. — Tlna 
and not the 1 : 1 salt was obtained when a chloroform solu- 
tion of the anilide was treated with hydrobromic acid gas. It 
consisted of colorless needles. 

Found. OaliBalatod for 

I. IL Offii^tOJBr^HBr, 

HBr 16.4 16.9 16.9 
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The Trihalide, ( OtH^.BrJ!mCO CH;)^.HBr.Br^ was obtamed 
by adding ligroln to a solution of the above hydrobromic acid 
salt in a mixture of ethyl acetate, chlorofonn, and bromine. 
The precipitate thus produced was crystallized from chloroform 
containing some glacial acetic acid. Beautiful, flattened, light- 
oiange colored prisms separated. 



Voood* 



Oaleolatod for 
CuHj«N^,Br,.HBr.Br,. 



Br (total) ... 35.8 35.9 

Br (free) ... 24.9 23.9 

HBr 10.9 12.1 

The Pentahalidej iOM^.BrNHC0OH;)^.HBr.Br^y was ob- 
tained by suspending the salt in chloroform, adding a large 
excess of bromine, and then warming with the addition of 
small quantities of glacial acetic acid until the whole dis- 
solved. On cooling, small flattened crystals separated. 
These had a deep orange color. 





TDond. 

I. n. 




Br (total) . . 


. . 46.2 47.6 


48.2 


Br (free) . . 


. . 36.3 36.3 


38.6 


HBr .... 


. . 9.8 11.3 


9.7 



EopperiTMnU with Aeetanilide. 

The 2:1 Hydraiodide, {C^E^.NnCOCS;)^.HIy separated 
from a solution of acetanilide in ethyl acetate in the form of 
shining colorless scales, when hydrogen iodide was led into 
the solution. 

HI 32.2 32.1 

The Trihalide, iC^ni.NHOOCH^\HI.I^ — A solution of 
4.1 g. of the above salt, with 2.6 g. iodine in 15 g. of glacial 
acetic acid deposited ruby-red crystals. These were ana- 
lyzed with the following result: 
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I (total) . 


Itsmd. 

. . 68.0 


68.4 


I (free) . . 


. 39.0 


38.9 


HI . . . 


. . 19.1 


19.6 



The Pentahalide, (^C^s^nOOOH;)^.SIJ^, was obtained 
from a glacial aceticHU^id solution of the constituents. It 
forms glistening prisms of a deep reddish-brown color with 
the lustre of iodine. They transmit a deep red-brown light. 

v.«» J Oalcnlafeed for 

I (total) . . . 70.1 70.0 

I (free) . . . 67.4 66.0 

HI 12.8 14.1 
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THE ACTION OP ACID CHLORIDES ON THE 
SILVER SALTS OF THE ANILIDES.* 

Bt H. L. WHEELEB Axn B. B. BOLTWOOD. 

In this paper we shall describe the action of benzoyl chlo- 
ride on silyer foimanilide, on silver 2-4 dichlorformanilide, 
and on silver formorthotoluide. We shall show that these 
reactions resulted in the formation of diacid anilides and a 
diacid toluide, and that these diacid derivatives have the 
stmctore represented by the general formula 

^^^<COCeH; 

Some experiments on the action of chlorcarbonic ethylester 
on the silver salts of formanilide and formorthotoluide are 
also given. 

If the reactions with benzoyl chloride are viewed as direct 
double decompositions, the following general equation will 
represent the formation of the diacid anilides, provided the 
silver salts have the metal joined to nitrogen : 



This view seems to be confirmed by the action of alkali or 
acids on the diacid amlides and toluide. This action consists 
in the removal of the f ormyl group, leaving the benzoyl radical 

attached to the Br-N< group, and shows that the structure 

of the diacid anilides ia best represented by the formula used 
above. It may be represented by the following equation: 



T>_v^^ CHO 4- HO :H TT 



* Amer. Chem. Jonr.« ZTiii, No. 6^ May, 1896. 
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On the other hand, if the diacid anilides weie oxygen de- 
rivatives, and if they had the structure 

corresponding to the pseudoform of the anilide, it would be 
difficult to see how the formyl group could be removed, leav- 

TT 

ing the benzoyl radical attached to the group B~N< , as 

shown above. 

From the above considerations, we are led to believe that 
the diacid anilides are nitrogen derivatives. It follows, then, 
that the silver salts of the anilides behave with benzoyl 

CHO 

chloride as if they had the structure B—M'<^ , that is, 

as if the silver was joined to nitrogen. This behavior is 
remarkable, since the results obtained by the study of the 
action of alkyl halides on these salts are in direct opposition 
to this view. The work of Comstock,* with Kleeberg,t 
Wheeler % and Clapp § has shown that these salts give imido- 
ethers with alkyl halides. It was therefore concluded that 
the silver in these compounds is joined to oxygen, their struc- 

ture being represented by the formula ^^^=C<qj^j-, and 

the general reaction represented as a direct double decom- 
position, as follows: 

R-N=C<5iAgTliCH, = RN=C<^H, + ^^• 

It is not our^intention to discuss in this article the proba- 
ble structure of the silver salts, but to call attention to the 
fact that these salts react as if they were derivatives of both 
the normal and pseudoform of the anilida In other words, 
if we consider the double decomposition or substitution theory 
alone, these salts behave as if they had two structures. Ques- 
tions of this nature, of so-called tautomeric reactions, have re- 

* Ber. d. chem. Ges., xxiii, 2274. t Amer. Chem. Jour., xii, 493. 

X Ibid., ziil, 514. § Ibid., ziU, 525. 
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ceived considerable attention from Nef * and his co-workers in 
recent years. Nef has plainly shown, in his series of elabo- 
rate researches on tautomerism, that reactions of this nature 
involve not alone a double decomposition or substitution, but 
also an intermediate addition. We refer especially to his last 
article on this subject, f and also to his work published in 
1892, where he refers to the different behavior of the sodium 
and silver salts of the anilides with alkyl halides, and decides 
that it is very improbable that these salts differ in their con- 
stitution, and that, in one case, an addition must take place4 

It is now evident that although in the action of alkyl hair 
ides or of acid chlorides on the sUver salts, a double decom- 
position may take place, such cannot be the case in both. 
Evidently in one case, and possibly in both, an intermediate 
addition is involved. The experimental evidence thus far 
obtained indicates that in the reactions described in this paper 
the acid chloride first forms an addition-product with the silver 
salt. This addition-product then separates silver chloride 
with the formation of the diacid aniUde. That a silver salt 
can add hydrogen chloride and hydrogen sulphide without 
immediate separation of silver chloride or sulphide has been 
shown in the beautiful work of Nef on silver fulminate.§ 
The addition of benzoyl chloride to the silver salts of the 
anilides seems to be another example of this peculiar union. 

If this ^is indeed the case, it does not necessarily favor the 
assxunption that the silver salts of the anilides are derivatives 
of the pseudof orm of the amlide, nor that addition takes place 

as follows : 

C«H«CO-N-R 
,N«E / 

HCX + ClCOCHj = HC-Cl 

^OAg \ 

OAg 

• Amer. Chem. Jour., xi, 1 ; xil, 879; xiii, 422. J. prakt Chem. [2], xlil, 
161. Ann. Chem. (Liebig), ccIxtI, 52; n>id., cclzx, 267; Ibid., cclzzri, 200; 
Ibid., cclzzrii, 59 and 162 ; Ibid., cclzxx, 263 and 291. 

t Ann. Chem. (Liebig), ccbcxxrii, 269. 

X Proc. Amer. Acad., May, 1892, 102; and Ann. Chem. (Liebig), cclzz, 298. 

§ Ann. ChenL (Liebig), cclxxx,818. 
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For it is to be noticed that the addition of acid chloride to 
a silver salt of an aniHde might well take place to the nitro- 
gen entirely, the resulting product then being analogous to the 
hypochlorous acid addition first noticed by Witt,* and also to 
the salts of the anilides with the halogen acids.t The com- 
pounds being pentavalent nitrogen derivatives as follows 1% 



-<iCli ' ^ xr^iCl 






\Ag OH \H 

^CHO ^COCH, ^COCH. 

That the structure of the silver salts of the anilides cannot 
be decided by their final reaction-products is shown by the 
above considerations, and it is again shown in the work that 
we have done so far with chlorcarbonic ethyl ester and silver 
formanilide. We shall show in the latter part of this paper 
that these substances gave both the oxygen derivative, phenyl- 
f ormimidoethyl ether or ethylisoformanilide, and the nitrogen 
compound formylphenylurethane from which we isolated 
phenylurethane. The action with silver formorthotoluide ap- 
pears to be similar. 

Work on the action of acid chlorides on other salts of the 
anilides is now in progress in this laboratory, and it is also 
intended to continue the present work on the silver salts, this 
having been interrupted by the departure of one of us from 
this laboratory. 

Experimental Part 

Formylhenzanilidey C'«JJ,2^<^q^^. — When dry silver 
formanilide § is suspended in a small amount of benzene 

* Ber. d. chem. Ges., yiii, 1226. 

t Enorr, Ann. Chem. (liebig), ccxlv, 875; Wheeler and Walden, Amer. 
Chem. Jonr. xyiii, 87. 

X Fictet ezplains the formation of benzamlide from benzoyl chloride and 
form- or acetanilide, etc., by means of a similar addition of the acid chloride 
to the anilide. Ber. d. chem. Ges., xxiii, 8011. 

§ This was prepared according to the directions of Comstock and Klee- 
berg, loc. cit 
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and one molecular pioportion of benzoyl chloride is added, 
the first evidence of a reaction begins with a slight warm- 
ing. On stirring, the mass thickens until it becomes ahnost 
semiHSoUd, it then becomes more fluid and the odor of 
benzoyl chloride disappears. The action can be hastened by 
warming. On filtering and concentrating the benzene solu- 
tion, sUver chloride frequently separates, although the extract 
filters at first perfectly clear. The residue consists of an oil 
which on standing solidifies. When this mass is crystallized 
from alcohol, more silver chloride separates along with beauti- 
ful colorless needles of the diacid anilide. It sometimes takes 
several crystallizations from alcohol to free these crystals 
completely from silver. Attempts were made to isolate this 
supposed addition product which apparently is formed here, 
and which would explain the persistency with which silver 
chloride contaminates the product, but the reaction took place 
too rapidly to permit of the isolation of an addition-product 
suitable for analysis, even at the melting-point of benzene. 
The yield of formylbenzanilide is practically quantitative. 
Analysis of the diacid anilide dried over calcium chloride 
gave: 

ih»»kji OalenLited for 

^^'^^ OmHjjJTO,. 

C 7433 74.67 

H 4.92 4.88 

N 6.46 6.14 

Formylbenzanilide is readily soluble in benzene and chloro- 
form, less so in ether and alcohol, and difficultly in water. It 
melts at 112^. When it is treated with sodium hydroxide, the 
formyl group is removed and benzanilide melting at 162° is 
obtained. A mixture of benzanilide and formylbenzanilide 
can readily be distinguished when crystallized from alcohoL 
The former separates at first in needles, the latter forms a 
supersaturated solution, and on shaking deposits plates. 

«-4 DicUorformanaide, O^fftCl^NS.OHO. — This was pre- 
pared from acetanilide by chlorinatuig according to the method 
of BeHstein and Kmrbatow.* From the pure dichloracetani- 

• Ann. Chem. (Liebig), czctI, 216b 
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lide thus obtamed the acetyl group was replaced by the 
f ormyl in the usual manner. 2-4 dichlorf ormanUide crystal- 
lizes from alcohol in colorless needles, which melt at ISS'^. 

«<»«^ Calculated for 

Foand. OtH^OCI,. 

C 44.16 44^2 

H 2.71 2.63 

SUver ^4 Dichlorformanilide, CtHtCl^AgCHO, was ob- 
tained from the sodium salt in the same manner as ffllver 
formanilide. It separates as a white amorphous bulky pre- 
cipitate, and as regards the action of light, it is the most 
stable silver salt of the anilides that we are familiar with. 
It was washed with water and dried over sulphuric acid. 

va».wI OAloolatod for 

jromML CACyirAgCHO. 

A% 36.48 36.86 

S-4 IHcJilofformylbenzaniUdey C«Z^ OZjiV< qqq ff* — To pre- 
pare this, the above silver salt was mixed with benzoyl chlo- 
ride in proportion to their molecular weights, the operation 
being carried out as before in dry benzene. When the benzene 
solution was filtered and evaporated, an oil remained. This 
was taken up in 95 per cent alcohoL This left a residue 
apparently of silver chloride. On letting the alcoholic solu- 
tion stand, more silver chloride separated; then the diacid 
anilide, first as an oil, and finally in bunches of colorless 
acicular prisms. These, on crystallizing from alcohol, melted 
at 77**. Analysis gave : 



Found. 



Calonlated fbr 
0,4H»01^0t. 



67.09 67.14 

H 3.17 3.06 

N 4.83 4.76 

2-4 Dichlorformylbenzanilide is readily soluble in benzene 
and in hot alcohol, but difficultly soluble in water. 

S-4 IHchlorbmzanilidej ^•-BrgOy^<^Q(7 n-. — This was 

formed when 2-4 dichlorformylbenzanilide was boiled with 
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dilute hydrochloric acid, the resulting product was crystallized 
from strong alcohoL It melted sharply at 117''. Analysis 
gave: 

«.v..«^ Oalonlated for 

'oww. CjANOOlr 

N 6.11 6.26 



2-4 Dichlorbenzanilide is only sparingly soluble in hot 
water, difficultly in cold alcohol, readily in hot, and easily 
in ether. 

Farmylbemorthotoluide^ C^H^OH^N<QQg ^. — The prep- 
aration of this from silver f ormorthotoluide and benzoyl chlo- 
ride was precisely the same as we have described in the two 
preceding cases. The product showed the same tendency 
to retain silver. It was obtained from the benzene solution 
as an oiL This was dissolved in alcohol and the solution 
allowed to stand, when beautiful, thick, apparently rectangu- 
lar plates, diagonally striated, separated. These on crystal- 
lizing from alcohol melted at 92^. Analysis gave: 



c . . 


Tonnd* 

. . . 75.12 


76.31 


H . . 


. . . 6.64 


6.43 


N . . 


. . . 6.87 


6.86 



Formylbenzorthotoluide is readily soluble in benzene and 
in warm alcohol, but difficultly soluble in water. Some of the 
analyzed material was treated with dilute sodium hydroxide, 
and the product then crystallized from dilute alcohol, when ben- 
zorthotoluide was obtained in colorless needles melting at 142^. 

A comparison of the melting-points of the diacid deriva- 
tives, described fn this paper, with those of the mono-€tcid 
anilides and toluides shows no strict regularity, except that 
the melting-points of the di-derivatives are lower than those 
of the benzoyl compounds. This will be seen from the fol- 
lowing list: 
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M.P. 




ILP. 


lilide . . . 


. 46^ 


Formorthotoluide • • 


62« 


Lbenzanilide • 


. 112^ 


Formylbenzorthotoluide 


92° 


ilide • • . 


. 163^ 


Benzorthotoluide . . • 


142° 



ILP. 

2-4 DicUorformanilide . . . 163° 
2-4 Dichlorformylbenzanilide . 77° 
2-4 Dichlorbenzanilide . . . 117° 

Action of CJUorcarbonic Ethylester on Silver Formanilide and 
on Silver Formtoluide. 

Silver formanilide and chlorcarbonic ester were mixed in 
benzene solution in molecular proportions; the reaction took 
place rapidly and carbonic acid gas was given off. To com- 
plete the reaction, the whole was warmed on the water-bath. 
On filtering from silver chloride and evaporating the benzene 
solution, an oil was obtained ; this was distilled at a pressure 
of 18 mm., when a small amount of phenylformimidoethyl 
ester or ethylisoformanilide * was obtained, which boiled at 
about 106° imder these conditions. This substance was 
identified by its action with aniline, and also on standing 
alone exposed to the air. In both cases diphenylformami- 
dine was obtained, melting at 136°. For comparison this 
imido-ether was made from the silver salt of formanilide with 
ethyl iodide. This product was found to be identical with 
that obtained from the chlorcarbonic ester reaction. 

Phenyl i-4 Dichlorphenylformamidinej HO s^jr^rj o /v • — 

This was formed when the above imido-ether was mixed with 
2-4 dichloraniline. It crystallizes from benzene in bunches of 
minute colorless plates, which melt at 159°. 



Voond. 



Caloolated for 
0,aHi«NiCV 



N 10.69 10.67 

The residue left after the distillation of the imido-ether was 
treated with dilute hydrochloric acid and alkaH, and then 

• Described by Comstock and Clapp, loc. dt 
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crystallized from ligroln. This gave phenylurethane, melting 
at 52'*. On extracting the silver chloride residue with water, 
diphenylf onnamidine hydrochloride was obtained. 

In another experiment 30 g. of silver salt were taken, and 
an excess of chlorcarbonic ester was unintentionally used. In 
this experiment we succeeded in isolating phenylurethane in 
addition to the imido-ether and the amidine. The approxi- 
mate quantities of these substances formed were as follows : 
0.9 g. of diphenylformamidine hydrochloride, 5.0 g. of imido- 
ether, and 14 g. of oil, which we did not succeed in purify- 
ing. A small quantity of isonitril was formed, probably in 
the distillation. The oil evidently consisted of the expected 
f ormylphenylurethane, since, on warming with dilute sodium 
hydroxide and then crystallizing the product from ligroln, 
phenylurethane was obtained, melting at 52''. The latter was 
positively identified by analysis: 



Oalonlatad f or 
C,H„NO,. 

C 65.60 66.45 



Vomid. 

65.60 
H 6.74 6.66 



Experiments with the silver salt of formorthotoluide and 
chlorcarbonic ethyl ester, conducted in the same manner as 
the preceding, gave orthotolylformimidoethyl ester, «^tolyl 
urea, and a residue, presimiably formyltolyl urethane, but we 
did not succeed in purifying this for analysis. 

Orthotolylformimidoethyl Hater, O^H^ OH^N^ ^00ff'~ 

This is an aromatic oil boiling at 101^ at 12 mm. pressure. 
Analysis gave : 



Oakolatad f or 
OjoHuNO. 

C 73.19 73.62 



Vonnd. 

73.19 
H 7.94 7.91 



From the high-boiling fractions of the imido-ether a crystal- 
line colorless substance separated. This was washed with 
ligroln and analyzed. 
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V/«».4 Oakolatad for 

C 74.44 74^7 

H 7.11 7.43 

N 11.06 11.67 

Its meltmg-point, 256^, and the above analysis show that 
this substance was ^-orthoditolyl urea. 
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I. — ON SOME MERCURY SALTS OF THE 
ANILIDES.* 

Bt H. L. WHEELEB and B. W. MgFABLAND. 

NuMBBOUS investigators have had occasion to work with 
the sodium and silver salts of the anilides, and have used these 
compounds in syntheses, while little attention has been given 
to the mercury salts. Mercury acetanilide first prepared by 
Oppenheim and Pf aff f seems to be the sole representative of 
the mercury salts of the anilides that has been prepared. This 
compound has recently been examined by Piccinini, } and he 
concludes that it is a mercurammonium derivative, since the 
mercury can be removed from it at ordinary temperature by 
means of sodium thiosulphate, potassium iodide, or ammonium 
bromide, thus differing from Pesci's § paramercurioacetanilide, 
which is not effected by these reagents. 

The experiments of Piccinini, however, do not decide 
whether mercury acetanilide has the structure 

COCH, CeH,N=C.CH, 

CeH,N^ ^0 

>Hg OP >Hg 

CeH,N 

"COCH, CeH^=aCH, 

The former structure corresponds to that generally accepted 
for the sodium salts of the aniUdes, the latter to that of the 
silver salts. 

We are now prepared to show that formanilide and para- 
formtoluide give mercury salts, and that these salts — as well 
as mercury acetanilide — react with benzoyl chloride as if they 
had the metal joined to nitrogen. We have also found that 

* Amer. ChenL Jour., xyiii, No. 7, July, 1896. 

t Ber. d. chem. Qet., tU, 024. | Ibid^ uyili, B. 118. { Ibid, B. 112. 
voi* n. — 4 
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the action of bromine and iodine on meicuiy formanilide is 
similar to that of benzoyl chloride. 

In the course of the above-mentioned reaction such mercuric 
halogen compounds as the following are directly obtained: 

C«H,N<jjggj^ CeH,N<jjgg^^ CeH;fcT<ggj . 

The reactions may be represented by the following equation 
in which hal represents halogen and X either CeHsCO — , Br, 
or I. 



• * ^CHO 

These halogen mercuric compounds represent a part of the 
mercuric salt united to halogen. They are imdoubtedly nitro- 
gen derivatives, being analogous to the well-known ammonia 
compound HaN— HgCl, the so-called white precipitate, and to 

the aniline salts, CeH3N<g^j^^^ ^^^ j^^ CA^<HgOCOCH3' 
etc., described by Pesci.* 

It is also to be noticed that in the above-mentioned reactions 
of the mercury salts, besides the halogen mercury compounds, 
nitrogen-substituted anilides are also formed. For example: 
Benzoyl chloride and mercury formanilide give formylbenz- 

CHO 
anilide, CjH5N<(iQn g , in addition to chlormercury formani- 

6 ft 

lide, ('e^ft^'^GHO ' ^^ ^^ diacid anilide when treated with 
alkali or dilute acid is decomposed iato benzanilide, 

and formic acid. The diacid anilide, therefore, has both acid 

groups attached to nitrogen, since such a decomposition could 

CHO 
only result from a nitrogen derivative, i. 6., CjH^<^qq ^ . 

On the other hand, if the diacid anilide were an oxygen 

• Gazz. chim^ xxii [1], 378. 
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deriyatiyei i. e^ G«H^=C<q qqq -^ it is evident that the 

f ormyl group could not be removed without also removing the 
benzoyl radical, and we should get aniline, formic and benzoic 
acids instead of benzanilide. The decomposition of the diacid 
anilide, therefore, is to be represented as follows : 

CAN(i5l?±l?i^ = C.H^<^p ^ + HOCHO 

The above facts show that the mercury salts of the anilides 
have the mercury undoubtedly united to nitrogen, for were 
it joined to oxygen, it would be impossible to explain the 
formation of the halogen mercury compounds and the diacid 
anilides by the usual theory, in tautomeric reactions, of 
addition and separation, since in this case an assiunption of an 
elaborate rearrangement would also be necessary. 

The mercury salts are therefore to be represented by the 
following structure : 

/CHO CtH.N=C\n^ 



Experimental Part. 

Mercury Formamlide^ (^O^HgNOHO^iRffy is most conven- 
iently prepared by dissolving f ormanilide and mercuric bromide 
in alcohol, then adding the calculated quantity of sodixun 
ethylate, and diluting with water. The resulting precipitate 
(analysis I) can be crystallized from water (analysis II). It 
then separates in colorless needles which melt at about 194". 
Mercury f ormanilide can also be obtained by use of mercuric 
nitrate and sodium ethylate, or by boiling an alcoholic solution 
of f ormanilide with mercuric oxide (analysis IH) ormercurous 
oxide (analysis lY). It also results when sodium formanilide 
is boiled with mercurous nitrate. 
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^^^ Oakmlatadfor 

Hg . . . 45.0 45^ 46.1 45.4 45.4 

1^ 6.2 • • • • • • 6.3 

Chlormercury FormanUidejCtH^K,^ g^ — When mercury 

formanilide is suspended in benzene, and 1 molecule of 
benzoyl chloride is added, the reaction takes place, slowly in 
the cold, rapidly when wanned. On filtering and washing 
the residue with benzene, pure chlormercury formanilide re- 
mains (analysis I). This compound is also obtained when 
equal molecules of formanilide, mercuric chloride, and sodium 
ethylate are mixed in alcoholic solutions (analysis II). It 
crystallizes from water in shining colorless plates melting at 
191^ (analysis HI). 

^^"^ OalcolAted f or 

L n. m. C,H^0HgCL 

Hg 66.4 66.6 66.3 

CI 9.6 9.9 ... 9.9 

Formylbenzanilide^C^H^N < ^q^ ^ . — On concentrating the 

above-mentioned benzene solution, this diacid anilide is ob- 
tained in colorless, brittie prisms, which on recrystallizing 
from benzene melt at 112^. It crystallizes from water in 
needles, and when recrystallized from this solvent or from 
alcohol the melting-point does not change. Analysis gave : 

Found. ^5?*^2}^** 

C 76.27 74.67 

H 4.93 488 

N 6.10 6.22 

When formylbenzanilide is treated with acids or alkalies, 
the formyl group is removed and benzanilide is formed. This 
was identified by its melting-point and general properties. It 
is to be noticed that this diacid anilide from mercury formani- 
lide is identical in all its properties with formyl benzanihde 
obtained &om silver formanilide and benzoyl chloride.* 

* Amer. Jour. Chem., xriii, 881 
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Brommereury FormanUtdej Oi^^< ^^^ was obtained 

when meicuiy foimanilide was suspended in carbon disnlr 
phide and 1 molecular proportion of bromine added* During 
this operation the whole was cooled with ice. 

The residue was washed with carbon disulphide until color- 
less, dried in the air, and then analyzed (analysis I). Another 
portion was crystallized from dilute alcohol, from which it sep- 
arated in bunches of radiating, yellow-white plates. The 
trace of color and the analysis indicate that in this operation 
a slight decomposition had taken place (analysis 11). 



■ n. 
60.2 


CH^OHgBr. 
60.0 


19.4 


20.0 



Hg 

Br 19.9 

The above-mentioned carbon disulphide solution was evapo- 
rated over sulphuric acid by means of a pimip. This left a 
brown or black mass. The color was not removed from the 
solution in carbon disulphide or ether by boiling with animal 
charcoaL Attempts to isolate the unstable f ormylbromamino- 

benzene,* C6H5N<^ctq> were therefore abandoned. We then 

boiled the residue with water. This extracted a colorless 
substance containing bromine, crystallizing in needles from 
hot water and melting at 119'^. It was, therefore, the 
expected parabromformanilide, resulting probably from the 
molecular rearrangement of formylbromaminobenzene. 

lodmercury Formanilide^ ^b^^^^^J' — Molecular pro- 
portions of mercury formanilide and iodine were mixed in 
carbon disulphide, and the whole was allowed to stand for 
twenty-four hours. The residue which remained was filtered, 
washed with carbon disulphide, dried, and analyzed. It de- 
composed on boiling with water. 



Vomid* 



Cakniltttod for 
OrHcNOHgL 



I 28.6 28.4 

• Slo8«on, Ber. d. chem. Ge0., xxTiii, S268. 
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The carbon disulphide filtrate from iodmercury fonnanilide 
was evaporated to dryness at ordinary temperature. A black 
residue restdted as in the case of the bromine reaction. From 
this residue we succeeded in extracting a small amount of 
paraiodformanilide by boiling with water. On crystallizing 
from water it gave the correct melting-point, 108**. 

In another experiment chloroform was used instead of car- 
bon disulphide, and an excess of mercury formanilide was 
present. We succeeded in this experiment in showing the 
presence of a substance which easily liberated iodine, but 
which was not obtained in pure condition. This unstable 
compoimd was probably iodisoformanilide or formyliodamino- 
benzene which Comstock and Kleeberg * obtsdned from the 
silver salt of formanilide. On warming this with formic acid, 
then crystallizing from water as they describe, we obtained 
paraiodformanilide, crystallizing from water in colorless 
needles, and melting at 108^. 

Mercury Formanilide Acetate^ ^^^^^^HaOGOCH * — When 
mercuric acetate is mixed with formanilide in alcoholic solu- 
tion, acetic acid is liberated. On concentrating the solution 
bunches of colorless slender prisms of the above compound 
separate. Again, on dissolving dry mercuric acetate in a very 
strong alcoholic solution of formanilide and then warming, the 
whole suddenly solidifies. When this mass is crystallized 
from strong alcohol, the same colorless prisms restdt: 

v,>,.^A CaloiiUted for 

Found- 0,H^O,Hg. 

Hg 63.1 62.8 

Mercury Formparatoluide^ (CHiOtHJ^CHO)iEg. — 10 g. 
of f ormparatoluide and 14 g. of mercuric bromide were dissolved 
in 40 c. c. of 96 per cent alcohol, then 1.7 g. of sodium also in 
40 c. c. of alcohol were added. This, on shaking, gave a clear 
solution, to which an equal volimie of water was added. The 
mercury salt then separated in a thick mass of crystals. 
These were washed with alcohol (analysis I). A portion 

* Amer. Chem. Joar.» xii, 493. 
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crystallized from water gave colorless needles (analysis II). 
Another specimen was prepared by using mercuric chloride 
instead of the bromide, ^and this was crystallized from 50 
per cent alcohol and analyzed (analysis III). 

'**°^ CaloolAtedfor 



L n. OL Ci»HMN.O,Hg. 

Hg . . . 43.48 43.26 43.00 42.73 

CTdormercury Formparatoluidej CH^C^H^^tt rj,. — This 

was obtained as a residue when the above mercury salt, sus- 
pended in benzene, was treated with benzoyl chloride (analy- 
sis I). It crystallizes from water in colorless needles, and the 
analysis indicates that in this treatment a slight decomposition 
takes place (analysis II). 

""^^ Calculated for 

'"£ 5^ CaHgNOHgCL 

Hg 64.19 62.53 6420 

Formylbenzparatoluidej Off^C^H^N<^^ ^. — The ben- 
zene solution from chlormercury formparatoluide was evapo- 
rated, and the residue taken up in ether. This operation was 
repeated. The material was then crystallized from a mixture 
of ligroln and ether, when colorless prisms were obtained 
melting at 101^. 

w^^jt Calonlated for 

'<>»n^ C,^„NO,. 

N 6.36 6.86 

On warming this product with dilute sodium hydroxide, the 
formyl group was removed and benzparatoluide was obtained. 

Acetbenzanilidey C^II^N< ^q^ ^ . — The preparation of this 

compound was perfectly analogous to that of formylbenzan- 
ilide and formylbenzparatoluide. Mercury acetanilide, best 
prepared according to the directions of Piccinini,* and ben- 
zoyl chloride were mixed in molecular proportions in benzene. 
On filtering, evaporating the benzene solution, and crystalliz- 

• Loc. cit 
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ing the residue from dilute alcohol, an oil separated which 
changed to long needles, melting at 68^. When this material 
was crystallized three times from dilute alcohol, the melting- 
point remained constant 



Vound* 



Cftkniktedfor 
CifHjaNO,. 



N 6^1 6.86 

On warming with dilute sodium hydroxide and then crys- 
tallizing from alcohol, pure benzanilide was obtained, melting 
from 162'' to 163"^. Here, also, as in the case of formylbenz- 
anilide smd formylbenzparatoluide, alkali removes the lower 
acid group. 

Mercury Symmetrical Tribromacetan%lid€y{ C^HtBrtNCOGH^ 
Eg. — This was prepared like mercury acetanilide, except that 
dilute alcoholic solutions were used. The precipitate, washed 
with water and then with alcohol, gave an analysis 22.4 per 
cent of mercury instead of 21.4 per cent. It crystallizes from 
50 per cent alcohol in bunches of needles. 

Mercury Formyl-^-maphthylaminey {Cxf^H^NCHO^tHg. — This 
was prepared like mercury formparatoluide. It gave colorless 
needles, which were washed with water, and then with hot 
alcohol. A mercury determination gave 86.4 per cent mercury 
instead of 87.6 per cent. 

It will be noticed that, as the solubility of the anilide in 
water or dilute alcohol decreases, pure mercury salts are to be 
obtained only with diflBculty. For this reason acetparatoluide 
and benzanilide did not give mercury salts of even approximate 
purity by the above methods, 

Nbw Hayek, May, 1896. 
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ON THE USE OF ANTIMONY TRICHLORIDE IN 
THE SYNTHESIS OF AROMATIC KETONES.* 

By WILLIAM J. C0M8T0CK. 

Among the reagents which may be used in special cases 
instead of aluminium chloride in syntheses iavolying the sep- 
aration of hydrochloric acid, there is no record, as far as I 
have found, of the use of antimony trichloride. Indeed the 
applicability of aluminium chloride is so general that one 
would hardly search deliberately for a condensing-agent to 
replace it, although its use does involve certain objectionable 
features on account of its extremely hygroscopic properties. 
It is certainly more agreeable to handle antimony trichloride, 
which has moreover comparative cheapness in its favor, as 
well as the advantage that in case it has absorbed moisture 
by long standing or exposure, the anhydrous chloride can be 
readily recovered. Should it be a question of working on a 
large scale where the expense is the important, perhaps the 
one essential, consideration, the use of antimony trichloride 
would undoubtedly be preferred, as it can be recovered from 
the product of the reaction by evaporation of the hydrochloric 
acid solution used to free the ketone from antimony, and sub- 
sequent distillation of the residue. I have found that a 
mixture of an acid chloride with an aromatic hydrocarbon 
and antimony trichloride, evolves hydrochloric acid when 
heated, and that for the synthesis of benzophenone and its 
homologues the method can be used with excellent results. 
The yields compare favorably with those obtained by Elbs,t 
who made a careful study of the Friedel and Crafts reaction 
for the sjmthesis of the same ketones. The reaction does not 

• Amer. Chem. Jour., xviil. No. 7, July, 1896. 
t J. prakt Chem., xxxy, 466. 
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take place at ordinaiy temperature, and cannot be successfully 
applied with low-boiUng chlorides, as, for instance, to the syn- 
thesis of acetophenone. It is not my intention to work 
through the list of ketones to whose synthesis the method 
might be applied; but I give experiments in three typical 
cases, leading to well-known compounds, to sjiow the yields, 
advantageous proportions, etc. Without doubt the method 
can be used to condense any acid chloride having a moderately 
high boiling-point, with sui aromatic hydrocarbon. For the 
preparation of ketones from the phenol ethers the method can 
be used, but its advantages are rather doubtful on account of 
the saponifying action of the antimony trichloride. 

Gattermann, Ehrhardt, and Maisch * have made many ketone 
syntheses with the phenol ethers according to the method of 
Friedel and Crafts, but as the yields are not given, I have no 
means of comparing the two condensing-agents. 

Hartmann and Gattermann f have shown that the phenol 
ethers are saponified by aluminium chloride, and state that 
this causes a loss in the preparation of the ketones. The 
saponifying action of antimony trichloride on the phenol 
ethers reduces the yield of ketone far below that found in the 
experiments with hydrocarbons given below, although the 
reaction takes place more readily. I have obtained about 40 
per cent of the theoretical yield of pure jt)-methoxybenzophe- 
none, and doubtless the yield could be improved by a careful 
study of the conditions. Indeed, by diluting with carbon 
bisulphide the amount of bye-products is reduced, but the time 
required is much longer. As to the use of antimony trichlo- 
ride for the sjmthesis of compounds other than ketones, I have 
made no careful study, but will mention a few observations 
that seem of interest in this connection. It is not possible to 
prepare triphenylmethane from chloroform by this method; 
there is no evolution of hydrochloric acid when chloroform, 
benzene, and antimony trichloride are heated, even when large 
quantities of chloride are used. The reaction between benzal 
chloride and benzene seems to take place very readily, but the 

• Ber. d. chem. Ges., xxiii, 1109. t Ibid, xxy, 3681. 
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product contains a large amount of dark resinous matter, and 
so much that is not triphenybnethane that I have not studied 
the case further. 

Syntheses with benzyl chloride in presence of antimony tri- 
chloride are not to be recommended. To be sure, diphenyl- 
methane can be prepared with a yield of about 12 per cent, 
but the greater part of the benzyl chloride is converted into 
more complicated, high-boiling compounds, apparently the 
same anthracene derivatives that are formed when benzyl 
chloride is treated with aluminium chloride. In consideration 
of the possibility, though a remote one, of a direct synthesis 
of the ethereal salts from ethyl chlorcarbonate, I have made 
one experiment, with paraxylene. But the result showed 
that the reaction takes place in the same way as with alu- 
minium chloride, i. e., carbonic acid is given off together with 
the hydrochloric acid, and the product of the reaction is a 
mixture of unaltered paraxylene with higher-boiling hydro- 
carbons, but no ethereal salt 

Smith and Davis * have described addition-products of anti- 
mony trichloride with benzene and napththalene, compounds 
having the composition of two molecules of hydrocarbon to 
three molecules of antimony trichloride, and it is worth men- 
tioning that aluminiimi chloride and antimony trichloride are 
the two metallic chlorides with which '* molecular " compounds 
of the aromatic hydrocarbons have been obtained. Whether 
this has any connection with the syntheses which can be 
carried out in j^resence of these chlorides is doubtful. 

Experimental. 

In conducting the operation, the mixture is heated in a 
flask with reflux-condenser, either by a direct flame, or better 
by means of a paraffin or other batii. The only precautions 
to be taken are to use substances free from water, to protect 
the mixture from the moisture of the air during the operation 
by means of a calcium-chloride tube, and to avoid raising the 

« J. Chem. 8oc., zli, 411. 
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temperature too rapidly during the eariy part of the operation* 
The evolution of hydrochloric acid is rapid at 140**. This is 
true in the cases given below, as well as in other cases where 
the reaction was tried as a test-tube experiment only, without 
working up the product. The temperature of the bath is 
gradually raised as high as 200"^ • When the evolution of gas 
stops, and the odor of the acid chloride has disappeared, the 
mixture is washed with strong hydrochloric acid in a separar- 
tory funnel until the antimony is entirely removed. The 
ketone is then taken up in ether, dried over potassium car- 
bonate, and finally distilled. Should there be difficulty in 
getting the ketone to separate from the acid solution, it can be 
taken up in ether at once, but in this case it requires repeated 
shaking of the ethereal solution with hydrochloric acid to 
remove the antimony trichloride. In carrying out the re- 
action with small quantities it is, however, desirable to take 
up in ether at once. For removing the antimony trichloride 
from the ketones it is also possible to use a strong solution 
of potassiimi or calcium chloride, acidified with hydrochloric 
acid. 

Benzophenone. 

Benzoyl chloride reacts more slowly with benzene than it 
does with the higher hydrocarbons. It is impossible to carry 
out the reaction with a small proportion of antimony tri- 
chloride, as the temperature of the mixture cannot be raised 
sufficiently high. With 66 g. of benzoyl chloride, 82 g. of 
benzene, and 75 g. of the trichloride, the reaction required 
forty hours for its completion. The yield of pure benzophe- 
none, boiling at 806-308°, was 51 g. or 70 per cent of the 
theoretical. The proportions given in the following experi- 
ment are to be recommended, as they enable one to carry out 
the reaction within reasonable time limits : 

112 g. CeH.COCl 
70 g. C.He 
300 g. SbCl, 
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The reaction was completed in about twelve hours. The 
yield was 108 g. of benzophenone boiling at 806° -808°, L e. 
74 per cent of the theoreticaL 

The yield of crystallized, but not carefully rectified ketone 
is of course larger, Elbs gives the yield of " pure ciystaUized 
ketone," obtained by the Friedal and Crafts reaction, as 70 
to 75 per cent of the theoretical. 

Benzoyl Chloride and Toltiene. 
ExperiTMnt 1. — The mixture used was made up thus : 

66 g. c«H,coa 

40 g. CtH, 
16 g. SbCl, 

The time required to complete the reaction was forty-two 
hours. The yield of mixed ortho- and paratolylphenyl ketones, 
56 g. or 72 per cent of the theoretical, boiling between 177° 
and 182°, at a pressure of 16 mm* 

Experiment 2. — The mixture used in this case was : 

66 g. CeH^COCl 
40 g CtH, 
60 g. SbCls 

The reaction was completed in five hours ; yield of mixed 
ortho- and para-ketones, 62 g. or 80 per cent of the theo- 
retical. According to Elbs, the yield of mixed ortho- and 
paraketones runs up as high as 95 per cent of the theoretical, 
when aluminium chloride is used. As to the proportion of 
ortho and para in the mixture, there is apparently a higher 
percentage of ortho-ketone formed when antimony trichloride 
is used. Elbs states that from his mixture of the two ketones 
he could obtain 80 to 95 per cent of pure paratolylphenyl 
ketone, and that the mixture ^^ caked " at ordinary tempera- 
ture. I obtained 64 per cent of pure paraketone from the 
mixture. The separation is of course incomplete, but the 
mixture of ketone, which I obtained, did not ** cake " till it 
was cooled with ice. 
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ParaxylylpKenylketone. 

The following mixture was used: 

28 g. CeH.COCl 
22 g. paraxylene 
20 g. SbCl, 

The reaction was completed in about six hours. The yield 
of pute ketone, boiling between 817°-819°, was 34 g., or 
80 per cent of the theoreticaL 

In another experiment the same amounts of benzoyl chloride 
and paraxylene were used with 80 g. of the trichloride. 
The reaction was completed in 4} hours ; yield 81 g. or 74 
per cent of the theoretical. Elbs obtained 60 to 70 percent. 

New Hatxv, Biaj, 1896. 
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ON DIACID ANILroES.* 

Bt H. L. WHEELEB. 

Fob convenience of reference, diacid anilides may be divided 
into two classes. The first class will consist of those which 
have identical acid groups, such as diacetanilide, 

C«H|.N<gQg2^ 

while the second class will contain those with unlike acid 
groups, and will be referred to as mixed diacid anilides, 
f ormylacetanilide, for example, 

^•^••^<COCH,' 

Diacid anilides of the first class can be prepared by acting 
on the monoacid anilides with acid anhydrides f :( or acid 
chlorides. § They have also been obtained from the sodium 
salts of the anilides and acid anhydrides || and from the mus- 
tard oils.^ 

Diacid anilides of the second class have not been obtained 
by any of the above methods. They could not be prepared 
by acting on the monoacid anilides ** or their sodium salts ft 
with acid chlorides, while attempts to prepare them by acting 
on the anilides with acid anhydrides, formanilide, and acetic 
anhydride, for example, did not give pure products. How- 
ever, the above method can be used with success in the prep- 
aration of what may be called semi-diacid anilides, since 
oxanilide and oxalparatoluide give monoacetyloxanilide and 
monoacetyloxalparatoluide, J J i. «•, 

♦ Amer. Chem. Jour., xriil, No. 8, October, 1896. 

t Bistrzycld and Ulffen, Ber. d. chem. Gee., xxrii, 91. 

I Tasginari, n)id., B, xxrii, 681. § Kay, Jbid^ xxvi. 2863. 

D Blacher, Ibid., xxviii, 2366. t Kay, Ibid., xxri, 2848. 

•• Pictet, n)id., xxiU, 8014. 
ft Paal and Otten, n>id., xxiii, 2687. 11 Tassinari, Loc. dt 
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COJfHCeHg COJSTHCeH^CH, 

In two former papers* from this laboratory the action of 
benzoyl chloride on the silver and mercury salts of the ani- 
lides was described. It was then shown that these salts 
could be used for the synthesis of the hitherto inaccessible 
mixed diacid anilides, and that both silver and mercury f orm- 
anilide gave the same compound, t. e.^ formylbenzanilide 

In the present paper it will be shown that the action of ali- 
phatic acid chlorides on silver f ormanilide and mercury acetani- 
lide is perfectly analogous to that of benzoyl chloride ; that 
the formation of mixed diacid anilides is general; and that 
these diacid anilides react with alkali invariably with the 
separation of the lower acid radical and formation of the ani- 
lide of the higher acid, as follows : 

CeH^< coCH,"*" ^^^^ = ^•^•^<COCHs + NaOCHO 

By this reaction the mixed diacid anilides are shown to be 
nitrogen derivatives, and, since diacetanilide is formed from 
the mercury salt of acetanilide in precisely the same manner 
as the mixed diacid aniUdes, it is probable that the anilides of 
both classes have an analogous structure. 

In the latter part of this paper a notice is given of the ac- 
tion of acetyl and benzoyl chlorides on silver and mercury 
benzamide, and it is the intention of the author to extend the 
work to salts of other amides and imides. 

From silver formanilide and mercury acetanilide the follow- 
ing series of diacid anilides have now been prepared in this 
laboratory: 

* Wheeler and Boltwood, Amer. Chem. Jour., xviii, 881; Wheeler and 
McFarland, Vbi^^ xriii, 640. 
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Acetylacetanilide or Diaoetanilide, 
Formylacetanilide, Acetylpropionanilide, 

Formylpropionanilide, Acetyl-n-butyranilide, 
Formyl-n-butyranilide, Acetylisovaleranilide, 
Formylstearanilide, Acetylpalmitanilide, 

Formylbenzanilide, Acetylbenzanilide. 

Method of Preparation. 

Silver f ormanilide or mercury acetanilide was suspended in 
dry ether or benzene and 1 molecular proportion of acid chlo- 
ride was added. In the case of the mercury salts it was 
found convenient to use only 1 molecular proportion of acid 
chloride, since, by this means, the presence of mercuric chlo- 
ride in the extract was largely avoided. The action then 
takes place chiefly as follows : 



/COCHs 
j ^•^•^\Hg CI iCOR = C.H^/^'OC^* + CeH.N/COCH. 
\COR \HgCl 

"•■^NCOCH. 

The action begins immediately with evolution of heat, and 
is complete in the case of the lower acid chlorides in a few 
minutes. After filtering from the silver chloride or the halo- 
gen mercuric compound, the filtrates in the case of the lower 
acid derivatives were shaken with water, and on evaporating 
the solvent the diacid anilides were obtamed as oils. The 
purification and properties of these products are described 
below. 

Acetylacetanilide or Diacetanilide^ ^•^^^'^COCff' — ^^^ 
preparation of this compound has received considerable atten- 
tion. Bistrzycki and Ulffers * have carefully investigated the 
formation from acetaniUde and acetic anhydride, and conclude 
that it is not to be obtained in a pure condition by the method 
of Reverdin and de la Harpe.f They have shown that it can- 
not be obtained from aniline and acetic acid as stated by 
• Loc cit. t Ber. d. chem. QeB., xzii, 1000. 

VOL, II. — 5 
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Giunpert,* and they also cskll attention to the fact that Erafft 
and Karsten f have shown that Hofmann ^ did not obtain this 
compoimd from phenyl mustard oil and acetic acid. They 
state that they obtained diacetanilide first in April, 1893. 
They were anticipated, however, by Kay, § who prepared this 
compound from phenyl mustard oil and acetic anhydride, as 
well as from acetanilide and acetyl chloride. Its preparation, 
according to the method of Bistrzycki and Ulffers has been 
confirmed by Tassinari, || while Blacher T obtained it from 
sodium acetanilide and acetic anhydride. The work of the 
later investigators confirms that of Kay, and they refer to him 
for the properties of this compound. He obtained this diacid 
anilide as a clear colorless oil, boiling at 150^ at 16 mm. pressure 
and solidifying to a mass of crystals, which on crystallizing 
from ligroln melted at 87**. 

The same compound results by acting on mercury acetani- 
lide with acetyl chloride. The product obtained from the 
benzene solution, in this case, was an oil which boiled at 150^ 
at 17 mm. pressure, and the distillate soon solidified to a 
colorless mass of crystals, which on crystallizing from ligroln 
separated in eight-sided plates, melting at 87^. On warming 
with a dilute alcoholic solution of sodium hydroxide, acetani- 
lide was formed. 

Farmylacetanilidey C^H^N< qqq^^ • — This was obtained as 

an oil which soon solidified. It was crystallized from a mix- 
ture of ether and ligroln, by evaporation under diminished 
pressure, when beautiful, coloriess, prismatic crystals were 
obtained, melting at 56''. 



Voondi 



Oalonlatod f or 

N 8.59 8.58 



Formylacetanilide is readily soluble in alcohol, ether, and 
benzene, but difficultiy in ligroln. On boiling with dilute 

• J. prakt Chem. [2], zxzii, 201 t Ber. d. chem. Ges., xxt, 400. 

\ Ibid., iii, 770. § Loc cit. 

il Loc. dt. t Loc. cit 
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sodium hydroxide it dissolves, and, on cooling, acetanilide 
separates in plates melting at 114^. 

Formylpropionanilidej C^ffgN< qq q-^ q^ . — The product 

of the action of propionyl chloride on both silver and mercury 
f ormanilides, in ether or benzene, either when obtained directly 
or when first shaken with bicarbonate of soda, was an oil 
which did not solidify in a freezing mixture. On attempting 
to purify it by distillation, at 18 mm. pressure, it decomposed 
with effervescence, the pressure increased, and, finally, when 
this ceased, propionanilide distilled over, boiling at 188^ at 
20 mm. pressure. The decomposition possibly took place as 
follows: 

C^H^ <COCH,CH, — ^•^«^'^COCH,CH, + ^^ , 

The oil gave propionanilide * melting at IDS'* when boiled 
with dilute sodium hydroxide. 

FormylnarmaUnUt/ranilide^ C^H^Nk^ qq. q^ v q^ . — This 

diacid aniUde was obtained only in the form of an oil and, 
like the preceding, it could not be soUdified or distilled with- 
out decomposition. When an attempt was made to distil 
this crude product at 20 mm. pressure, it boiled from 164° to 
185'' • This fraction was distilled again at 20 mm. pressure, 
when the larger portion, a clear colorless oil, was collected 
between 172° and 180°. On standing, this fraction deposited 
plates, melting from 90° to 92°. The distillate was therefore 
a mixture of the diacid anilide with butyranilide.f The latter 
was obtained when the oil was boiled with dilute alcoholic 
sodium hydroxide. 

FormylstearanUidej ^•^^^<()o(CB^) CH* — ^® stearic 
acid used in this experiment melted from 60° to 70°. From 
this the chloride was prepared according to the method of 
Erafft and Biirger.^ In this case silver formanilide, suspended 

* Eelbe, Ber. d. chem. Ges., zvi, 1200. 

t Gerhardt, Ann. Chem. (Liebig), Ixxxrii, 106. 

X Ber. d. chem. Oes., xrii, 1880. 
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in ether, was used. On eyapoiating the ethereal solution 
minute, flattened, colorless crystals were obtained. These, on 
crystallizing repeatedly from ether, melted at 61°. 

v^.4 Calonlatad for 

'<w»d. C,BH«NOr 

N 3.34 3.61 

Formylstearanilide is extremely soluble in benzene, chloro- 
form, ligroin, and carbon disulphide, easily in ether, but less 
readily in cold alcohoL On heating the diacid anilide a de- 
composition takes place, as follows : 



iCeH^(^P^ = C«H.NC + HOCO(CH.)x«CH^ 

CO(CH,)ieCH, 

When the alcoholic solution is warmed with potassium 

hydroxide, a bulky mass of colorless needles separates ; these 

melt from 93® to 94*^, and the product is therefore stearanilide.* 

CO GH 
AcetylpropionanUide^ ^^^h^<ClQQff(jff* — The product 

in this case was distilled at 18 mm. pressure, when a clear 
colorless oil was obtained, boiling from 169** to 160®, which 
did not solidify in a freezing-mixture. 

V/Miwii Calonlated for 

Found. C„H^Or 

N 7.46 7.33 

Acetylpropionanilide is readily soluble in ether and benzene. 

When the analyzed substance was warmed with dilute sodium 

hydroxide and the product crystallized from dilute alcohol, 

plates of propionanilide were obtained, melting at 106®. 

COCH 
Acetylnormalbutyranilide^ ^^^h^^nnfCH^ CH'* ^^^^ ^^ - 

talned as a clear, colorless oil, boiling at 163® under 18 mm. 
pressure. 

wntiMii Calculated for 

^'"^ C„H»,NO,. 

N 7.18 6.83 

When warmed with sodium hydroxide in alcohol, it gave 
butyranilide melting from 90® to 92®. 

• Pebal, Ann. Chem. (Liebig), zci, 162. 
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AcetyliBOvaleranilide^ ^*^^^^C0C&Cff<9^* — The iso- 

valeryl used in this experiment boiled from 113° to 116®. 
The diacid anilide was an oil which was distilled at 18 mm. 
, pressure. The fraction boiling at 161.6** to 167** was col- 
lected and redistilled at the same pressure, the larger portior 
then boiled between 164® and 165®. 

v.w,»i Caknltttod for 

J^o^d. C»,H„NO^ 

N 6.46 6.39 

The product obtained on boiling this with alcoholic sodium 

hydroxide was crystallized from dilute alcohol and finally from 

a mixture of ligroln and benzene. It then melted at 115® and 

was therefore isovaleranilide.* 

COCff 
AcetylpcUmUanUidej ^•^i^<iQQ(Qff) Qff' — The palmitic 

acid used in this case melted from 61® to 62®. It was con- 
verted into the chloride according to the directions of Krafft 
and Biirger.f The diacid anilide was obtained as an oil, 
which readily solidified. It was dissolved in cold ligroln, 
filtered from a small amount of acetanilide (?), and the solu- 
tion was then evaporated to dryness, the residue dissolved 
in alcohol, and the diacid anilide precipitated with a small 
amount of water. It was then crystallized several times from 
ether, a rather unsatisfactory operation on account of its great 
solubility. It was thus obtained as a compact mass of color- 
less, indistinct, microscopic crystals, melting from 60** to 61®. 

«^».^ Oftlcnlftted for 

»<»™«^ 0„H«NO,. 

N 3.54 3.75 

On warming this product with alcoholic potassium hydroxide 
it gave palmitanilide % melting from 90® to 91®. 

Experiments with Silver and Mercury Bemamide. 

It would be expected that the silver and mercury salts of 
the amides would react with acid chlorides in an analogous 

• Chiozza, Ann. Chem. (Liebig), Ixxxiv, 109. t Loc cit 

I HeU and Jordanow, Ber. d. chem. Ges., xziv, 943. 
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manner to the corresponding salts of the anilides, and that 
diacid amides would result as the chief products. This, how- 
ever, is not the case with either silver or mercury benzamide. 
Although silver benzamide reacts with alkyl * halides precisely 
like silver formanilide, f t. 0., in both cases imido-ethers result, 
on the other hand, with acid chlorides, silver and mercury 
benzamide give chiefly benzonitrile. This reaction, in the 
case of the silver salts, if represented as a direct double 
decomposition, would be as follows: 

NH 

^ ^NH 

CeH,C-0;Ag + CliCOCH, = CeH.cf + AgCl 

and 

NiH i 

^ \ 
C,H,CiOCiO^ = q,H,CN + HOCOCH,. 

This apparently parallel reaction with alkyl halides would 
not be surprising if it were not for the entirely opposite reac- 
tions of the salts of the anilides. 

In the case of the action of benzoyl chloride on mercury 
benzamide, using molecular proportions of the acid chloride, 
the yield of benzonitrile was about 72 per cent of the calcu- 
lated. A direct double decomposition in this case again would 
be represented as follows : 



|c«H.cf 



NH j 



Hg CliCOCeH, = 
' NH 



O.COC,H, A 

^NH ^NH ^OHgCl 

* Tafel and Enoch, Ber. d. chem. Oet., zxiii, 104. 
t Comftock and Kleeberg, n>id., zii, 4d8. 
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= CeHjCN + HOCOCeH,. 



NiH 



While hitherto there has been no reason to assign to the 
salts of the amides a structure different from those of the 
anilides, this must now be done if the action of acid chlorides 
on these salts is a direct double decomposition, as shown above. 
For this reason these methods of representing the reactions 
are objectionable. It is far more probable that it is not the 
structure of the salts which varies in these tautomeric reac- 
tions, but that it is the mechanism of the reactions which 
undergoes change in different cases. It is probable in some 
cases that unstable addition-products * occur which break up 
into simpler products, and in other cases that double decom- 
positions take place. The chief course of the reaction being 
influenced, not only by the union of the atoms or groups in 
the molecules reacting, but also by their chemical and physi- 
cal nature and spacial arrangement. 

New Hayxh, June, 1896. 

* Nef, Ann. Chem. (liebig), cclxxxyii, 209; and Froc. Amer. Acad^ May, 
1802,169. 
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ON THE ACTION OP ACID CHLORIDES ON THE IMTDO- 
ESTERS AND ISOANILIDES, AND ON THE STRUC- 
TURE OF THE SILVER SALTS OF THE ANIUDES.* 

Bt H. L. WHEELEE and P. T. WALDEN. 

It has been shown in recent papers f from this laboratoiy 
that the sUver salts of the anilides react with acid chlorides 
giving diacid anilideSt and, therefore, as if they had the 
structure 

provided the action be considered as a direct replacement or 
double decomposition. The conclusion that f oUows from these 
reactions, with the above proviso, i. e., that the silver salts 
have the metal joined to nitrogen, is directly opposite to that 
obtained by the action of alkyl halides. X ^^ the latter case 
it was concluded that the metal was joined to oxygen, since 
isoanilides or substituted imido-ethers were obtained. 

These contradictory reactions are certainly not to be dis- 
missed with the statement that they are due to tautomerism. 
The products obtained by acting on the silver salts with acid 
chlorides retamed silver halide persistently, and it was con- 
sidered possible that the reaction was not a double decomposition, 
hut that it took place first by addition then separation of silver 
halide. Two forms of addition-products were considered, ac- 
cording to whether the silver salts are derivatives of the type 

* Amer. Chem. Jour., xix, No. 2, February, 1897. 
t Wheeler and Boltwood, Ibid., zyiii, 881 ; Ibid., 606. 
X Comstock and Kleeberg, Ibid., xii, 495. 
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.•"^Ag or RCx , as follows: 
RC4 OAg 

C.H.CO-N-R ^cOCH. 

HC-Cl and B-N<£^ 

Before proceeding to the discussion of the probable struc- 
ture of the silver salts, it is evidently desirable to study the 
action of acid chlorides on compounds that are definitely con- 
stituted according to one of the above types. The isoanilides 
and the free imido-esters were therefore selected with the 
object of determining in what manner the acid chlorides 
would react with compounds which undoubtedly contain the 

atomic grouping RC^^^,^ since this grouping is generally 

assumed to exist in the silver salts of the amides and anilides. 
We find that the reaction takes place readily at ordinary 
temperatures and goes quantitatively in two ways, according 
to whether the imido group in the imido-ester is substituted 
or not 

The Action of Acid Chlorides on the Isoanilides. 

The substituted imido-esters or isoanilides react with acid 
chlorides as follows : 

HC-^ + ClCOCeH. = HC-Cl 

OCH, ^OCH, 

This intermediate addition-product immediately decom- 
poses with the evolution of methyl chloride, and a mixed 
diacid anilide results: 

/•^<COC.H, /^<COC,H. 

HC-!cr =HC +CH,C1. 

OiCH,i 
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The mixed diacid anilides thus obtained decompose with 
alkali, giving the mono-acid anilide of the higher acid group» 
thus showing that tiiey have both acid groups attached to 
nitrogen. That the isoanilides react so readily with acid 
chlorides is due to the double union between carbon and 
nitrogen, since, were it otherwise, the acid chloride would 

have to act by double decomposition on the group — C— OCHs. 
Such a direct double decomposition is evidently impossible, 
since it has been found that one of the characteristic proper^ 

ties of the group -45— OCHg is that it is not acted on by acid 
chlorides. Indeed on this fact is based the general method of 
determining the presence or absence of this group in com- 
pounds which may contain either this or hydroxyl. In such 
cases, as is well known, the latter alone reacts with acid 
chlorides. That this reaction is not a direct double decom- 
position or replacement of the alkyl group by the acid radical 
is also shown by the fact that non-substituted imido-esters 
react with acid chlorides with the separation of hydrogen 
chloride instead of alkyl chloride (see below). It is at once 
evident that the only reaction which will explain the different 
behavior of the imido esters and isoanilides toward acid chlo- 
rides and which will be general for both cases is that of 
addition. 

The reactions of acid chlorides on the isoanilides and imido- 
esters are the first that have been obtained, in the case of sub- 
stances that have, or are supposed to have, the structure 

^^\0R"* ^^^^ admit of only one general interpretation, 

and in which the so-called tautomerism or wandering of 
groups is excluded. They show that the so-called tauto- 
meric or contradictory reactions in the case of the silver salts 
are to be explained by addition.* We are now in a position 
to discuss the structure of the silver salts. 
It is to be noticed that the above reactions of the isoanilides 

* Compare Nef, Ann. Chem. (Liebig), cclxx, 298. 
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are perfectly analogous to the action of the acid chlorides on 
the silver salts of the anilides, and the course of the reaction 
in the latter case is, therefore, to be interpreted as follows, 
the addition taking place according to type A as given above : 

..«„ CACO-N-C.H, 



Hcf * * + ClCOCA = HC-i 
^OAg \ 



:CI 



EC/ COC,H, + AgCl. 


From which it follows that the nlver salts of the anilides 
bave the metal joined to oxygen as first stated by Comstock 
and Kleebeig.* 

The Action of the Add Chlorides on the Imido-Euten. 

The non-substituted imido-esters react with acid chlorides 

as follows : 

jj COC,H, 

C,H.cf + CICOCH, = C,H,C- CI I . 

This inteimediate addition-product, like the preceding, im- 
mediately decomposes, not however with the evolution of ethyl 
chloride, as in the case of the isoanilides, but by separation of 
hydrogen chloride. (This happens because chlorine has a 
greater tendency to unite with hydrogen than with methyl or 
alkyL) The hydrogen chloride liberated in this manner com- 
bines with the excess of imido-ether, and the products obtained 
are formed as follows: 

NH 

+ ClCOCeH,= 

C^,cf + C.H,C-C1 . 

* Loc. dt. 



2CAC^ 
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When the acyl unido-esters are treated with acid, or when 
they are exposed to the air for some time, they take up a 
molecule of water and decompose into diacid amides as 
follows : 

N-COCeH, 
NCOCeH, / \h 

C,H,C^ + H,0 = CeHsC-iOH! • 

OiC^HsJ 



The above decomposition is perfectly analogous to the 
action of the silver salts of the amides * and anilidesf with acids, 
and finally this decomposition proves that the diacid amides — 
like the diacid anilides — have both acid groups attached to 
nitrogen, and the statement no longer holds true that diacid 
amides of the type R — CONHR, are still unknown,^ or that 
in the present state of our knowledge dibenzamide may have 

the structure § ^^J^Kq^qq jj • 

In fact, diacid amides of the latter type, with the acyl group 
attached to oxygen, are probably incapable of existence. This 
conclusion has been reached through the following considera- 
tions : It has been shown in a recent paper|| from this labora- 
tory that silver benzamide reacts with acid chlorides, giving 
benzonitrile, and therefore differently from the silver salts of 
the anilides, which give diacid anilides.^ It has been shown 
above that in all probability the action of acid chlorides on 
silver formanilide takes place by addition. Therefore, in the 
case of benzamide, it must be double decomposition. (This 
was previously stated as the only simple explanation.) The 
resulting isodiacid amide is formed and breaks up as follows : 






+ AgCL 



* Tafel and Enoch, Ber. d. chem. Ges., xxiii, 106. 
t Comstock and Clapp, Amer. Chem. Jour., ziii, 62& 
% Pinner, Die Imidoather und ihre Deriyate, p. 9. 
S Pinner, Ber. d. chem. Ges., xxt, 1486. 
II Wheeler, Amer. Chem. Jonr., xyiii, 701. 
\ Wheeler and Boltwood, loc. cit. 
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The Action of the Halogens on the Imido-E%ters. Halogen 
ImidO'IIsters. 

So far only the action of bromine and iodine have been 
tried. The result is precisely similar to that of the action of 
acid chlorides, two molecules of the imido-ester react with one 
molecule of halogen, giving halogen imido-esters and halogen 
hydride salts of imido*ester, most likely as follows: 

^NH / jHj 

CeH,C— I 

^OCH, 

Experimental Part. 

FormylacetanUide^ C^H^N< qqcj^ • — Acetyl chloride reacts 

on phenylformimidoethyl ester • at ordinary temperatures with 
a violent evolution of ethyl chloride. It is best to modify the 
reaction by diluting with a dry solvent. The following pro- 
cedure proved satisfactory: 5 g. of imido-ester were mixed 
with 5.6 g. of acetyl chloride in a mixture of ether and 
ligroln. The evolution of ethyl chloride took place smoothly 
and a colorless oil separated. The whole was allowed to 
stand for twelve hours. The oil was then taken up with 
ether and shaken with a solution of sodium bicarbonate. 
On evaporating off the ether an oil was obtained which, after 
standing several days, was distilled at 23 nmi. pressure, when 
practically the entire quantity distilled from IbV to lb9>^. 

* Prepared from the Bilrer salt of f ormanilide and ethyl iodide : Comstock 
and Eleeberg, Amer. Chem. Jour., loc. cit 
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It was then cooled in a freezing-mixture and, on stirring, it 
solidified. After pressing on a porous plate, it was crystallized 
from a mixture of ether and ligroln, when beautiful, thick, 
brittle crystals were obtained melting from 56** to 5^V. This 
materia proved to be identical with f ormylacetanilide obtained 
from sUver formanilide and acetyl chloride.* On treating it 
with sodium hydrate, acetanilide was formed. 

OHO 
Formylbemanilide, O^H^N<: qqqjj • — ^^ mixing molecu- 
lar proportions of phenylformimidoethyl ester and benzoyl 
chloride, the reaction takes place more quietly than in the 
previous case. After the evolution of ethyl chloride ceases 
the material gives needles. When crystallized from alcohol 
these melt at 112'', and in other respects are identical with the 
products obtained from silver and mercury formanilide with 
benzoyl chloride. When treated with sodium hydrate it gives 
benzanilide. It was stated in a previous paper f that ^^ a mix- 
ture of benzanilide and formylbenzanilide can readily be 
distinguished when crystallized from alcohol. The former 
separates first in needles; the latter forms a supersaturated 
solution, and on shaking deposits plates." This is a mistake, 
as it is just the reverse. The formylbenzanilide is the least 
soluble and comes down first in needles. 

Formylbenzenemlphonanilidey C^H^N<C^q ^^. — Phenyl- 
formimidoethyl ester and benzene sulphochloride react slowly 
at ordinary temperatures. 4 g. of the imido-ether and 4.7 g. 
of benzene sulphochloride were mixed and kept at a tem- 
perature of about Z9P to 48° for two days. The mixture 
then became semi-solid. It was washed with alcohol and the 
residue crystallized from strong alcohol, when beautiful, colore 
less, radiating needles were obtained. These melted at 148^- 
149''. This material on analysis gave the following results : 



Foand. 



Calculated for 
OuHuNO/L 



N 6.2 6.3 

* Amer. Chem. Jonr., zriii, 098. 
t Wheeler and Boltwood, ni>id., SSL 
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Half a gram of the analyzed material was boiled with a 10 
per cent solution of sodium hydiate. Solution took place, 
and on cooling, nothing separated; dilute hydrochloric acid 
was then added, and the resulting colorless precipitate was 
washed with water and dried in the air. It melted at 110° 
without further purification. This was therefore benzene- 
BxQphonanilide. In the case of this mixed diacid anilide, as 
well as in all previous cases, alkali first removes the lower 
acid group. 

Farmt/lbenzorthotoluidey GH^ Cfijf<^ COCM ' — Molecular 
proportions of orthotolylformimidomethyl ester and benzoyl 
chloride were mixed, and the whole heated to 80° tmtil the 
evolution of methyl chloride had stopped. The mass was then 
poured into a little alcohol, when rectangular, colorless, shining 
plates separated. These melted at 91°, and when carefully 
crystallized from strong alcohol the melting-point did not 
change. The melting-point of this compound is therefore 91°, 
and not 92°, as previously stated.* It gave benzorthotoluide 
when treated with alkali. 

Formylbenzparatoluidey CH^ (7gJ2^iV<C qq n ^- — This was 

prepared from paratolylformimidomethyl ester in the same 
manner as the preceding compound. It was identical with 
the compound prepared from mercury formparatoluide and 
benzoyl chloride-f Its melting-point is more nearly 102** than 
101*", as previously stated. When treated with alkali it gave 
benzparatoluide. A similar decomposition into the mono-acid 
anilide is slowly caused when this and the preceding com- 
pound are boiled with dilute alcohol. 

Acyl ImidO'Fiters. 

Benzofflimidoethjfl Benzoate, C^JS^C^^^jj.^ ». — When 
benzimidoethyl ester and benzoyl chloride :( are mixed (in 

* VTheeler and Boltwood, Amer. Chem. Joor., zyiii, 881. 
t Wheeler and McFarland, Ibid., 640. 

I The pure benzimidoethyl and methyl esters for this work were prepared 
according to Boshong's excellent method. Ibid., 490. 
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ethereal solution) in the proportion of two molecules of the 
former to one of the latter, and allowed to stand for twelve 
hours, snow-white needles separate. These consist of the 
hydrochloride of benzimidoethyl ester. On filtering and 
concentrating the ethereal solution, colorless, spear-like, or 
lozengenshaped crystals separate. These were carefully crys- 
tallized from dilute alcohol for analysis. The pure material 
thus obtained melted at Qb"". 

v^..^ Calcnlated for 

FoniuL CflHuNO,. 

C 76.3 75.9 

H 6.1 6.9 

N 6.6 6.6 

Benzoylimidoethyl benzoate is stable towards alkali in the 
cold ; acids on the other hand readily convert it into dibenz- 
mide. When the dilute alcoholic solution is warmed with a 
few drops of dilute sulphuric acid, needles of the diacid amide 
are obtained, melting at 148®. 

Acetylimidomethyl Benzoate^ C^S^C^ . — Benz- 

imidomethyl ester and acetyl chloride, in the proportion of two 
molecules of the former to one of the latter, were mixed in 
ethereal solution. After twelve hours the hydrochloride of the 
imido-ester was filtered off, and on evaporating the ether an 
oil was obtained. This was distilled at 20 mm. pressure, when 
about one-third passed over below 140**, and the remainder at 
about this temperature. The portion boiling at 140° was 
redistilled at 16 mm. A few drops were removed below 139*", 
and then the remainder boiled almost entirely at this temper- 
ature. This fraction on cooling in a freezing-mixture did not 
solidify. It was analyzed with the following result : 

Found. ^S*'^^'®' 

N 8.12 7.91 

The portion mentioned above, boiling below 140**, consisted 
of unaltered imido-ester and benzonitrile (?). When acetyl- 
imidomethyl benzoate is mixed with a little alcohol and a 
few drops of dilute sulphuric acid added, evolution of heat 
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occurs, and the whole on cooling solidifies to a mass of color- 
less prisms or needles. This material is acetylbenzamide, 
which melts at 120**.* 

Acetylimidoethyl Bemoate^ C^^Cr^^^ „ *. — This was 

prepared from benzimidoethyl ester and acetyl chloride in the 
same manner as the above acyl imido-esters. The ethereal 
solution was washed with dilute sodium hydroxide and water. 
On evaporation, an oil was obtained which was distilled at 
18 mm. pressure. About one-third was collected below 140.5'' 
and the remaining two-thirds from 140.6'' to 147.5''. 

The larger portion was again distilled at 17 mm., when the 
greater part boiled at 151''. A nitrogen determination of this 
gave the following result: 



Vound. 



Calonlatod for 
CuH,^0|. 

N ...... 7.65 7.33 



When acetylimidoethyl benzoate is treated with dilute sul- 
phuric acid, as described in the case of the methyl compoimd, 
it is converted into acetbenzamide with evolution of heat. 

Salogen Imido-JSsters. 

The first representatives of this class of compotmds in the 
benzoic acid series have just been prepared by Stieglitz,t who 
describes chlorimidoethyl benzoate and bromimidoethyl benz- 
oate. He obtained these compounds by acting on the imido- 
ester hydrochlorides with sodium hypochlorite and hypo- 
bromite. These interesting compotmds were obtained as oils 
which in the case of the chlorine compound was found to 
distil unchanged at 16 mm. pressure, t 

We have found that bromimidomethyl benzoate and the 
analogous iodimidomethyl ester result, along with other prod- 
ucts, by directly combining the free esters with the halogen. 

* Phmer, Ber. d. chem. Ges., :ucr, 14d6. 
t Amer. Chem. Jonr., xriii, 761. 

I It is Interestiiig to note the great sUbUiQr of this subftitated nitrogen 
chloride. 

TOL. n. — 6 
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Bromimidomethyl Benzoate^ ^^^^-^OCH* — '^^^ ^^^ o^ 
tained as a pale yellow oil of pleasant odor, which can be dis- 
tilled below 20 mm. piessuie. It reacts with strong aqueous 
ammonia with effervescence, giving off nitrogen. Dilute hy- 
drochloric acid evolves bromine. It is therefore identical in 
properties with its homologue bromimidoethyl benzoate de- 
scribed by Stieglitz. y 

lodimidamethyl Benzoate^ C^^C^^^„. — Iodine reacts 

with benzimidomethyl ester veiy slowly. After warming 
the mixture on the water-bath for several days the mass wtis 
extracted with ether, the ether shaken with solid potassium 
hydrate, and the uncombined iodine removed. On evaporatiiig 
off the ether in a vacuum desiccator over potassium hydrate, 
the iodimidomethyl benzoate was obtained as a light yellow oil^ 
mixed with unaltered imido-ester. A small amount of color- 
less needles separated. They were insoluble in water and 
boiling alcohol. They melted from 222° to 228** and were 
probably triphenyltricyanide or cyaphenin. When the above 
oil was treated with strong ammonia, it turned black from the 
separation of iodine. Dilute nitric acid gave the same result. 
On attempting to distil the crude product at 18 mm. pressure, 
it decomposed with the separation of iodine. 

Owing to the appearance of Dr. Stieglitz's paper, and sinoe 
he states his intention of further investigating these com- 
pounds, the work on the halogen imido-esters has been aban- 
doned by us at this point. We desire to reserve the work on 
acyl imido-esters for ourselves, and it is our intention to in- 
vestigate the action of other acid chlorides on the imido-esters 
and isoanilides, and also to examine the reactions of the acyl 
imido-esters more thoroughly. 

New Bates, NoYember, 1896. 
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ON THE ACTION OF CHLORCARBONIC ETHYL 
ESTER ON FORMANILIDE.* 

Bt H. L. WHEELER and H. F. METCALP. 

Sixteen years ago Lellmannt made the interesting observa- 
tion that chlorcarbonic ethyl ester reacts energetically with 
foimanilide, while with acet- or ,benzanilide no reaction was 
obtained, even on heating under pressure. LeUmann isolated 
and identified diphenylformamidine as one of the products of 
the reaction. He explained the formation of the amidine by 
stating that perhaps formylphenylurethane is formed, and that 
this compoimd appears to be quite unstable, two molecules 
breaking up into the amidine, carbon dioxide and ethyl oxalate. 
Formylphenylurethane has been prepared by us by the ac- 
tion of chlorcarbonic ethyl ester on phenylimidoethyl formate 
or ethylisoformanilide. The reaction is precisely similar to 
the action of other acid chlorides on the isoanilides, and it 
takes place as follows : i 

CeH,N=CHOC,H, + ClCCCaHs = C«H5NCH0.C0,C,H» + 

CjHsCL 

The products being formylphenylurethane and ethyl chlo- 
ride. Thus prepared, it is an oil which can be distilled with 
little or no decomposition. It is no more unstable than other 
mixed diacid anilides, and it does not suffer the above-men- 
tioned decomposition. When warmed with acid or alkali, the 
formyl group is removed and phenylurethane results. It will 
be shown below that no ethyl oxalate is formed in the action 
of chlorcarbonic ethyl ester on f ormanilide, and that therefore 
Lellmann's explanation is incorrect. 

* Amer. Chem. Joor^ zlz, No. 8. 
t Ber. d. chem. Ges., zir, 2612. 
I Amer. Chem. Jour., zlx, 120. 
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reactions, giving phenylimidoethyl formate. Here, however, 
it has only a brief existence, as it immediately reacts with the 
chlorcarbonic ester, giving formylphenylurethane and ethyl 
chloride as follows : * 

HC-f + ClCOAHs = HC-hCII. 

OC,H, ^'Oljffli 

On the other hand, the ingenious suggestion of Freer and 
Sherman to account for the formation of ethylisoformanilide, 
may represent the primary course of the reaction if f ormani- 

lide has the structure >^ « »• They assume that the 

chlorcarbonic ethyl ester adds on the nitrogen, which then be- 
comes pentavalent, and the addition-product thus formed de- 
composes into the imido-ester, carbon dioxide, and hydrogen 
chloride. It is to be noticed that if the reaction takes place 
in this manner, it is analogous to the action of other acid 
chlorides on the anilides, at least in regard to the formation of 
an intermediate pentavalent nitrogen addition-productf 

At any rate, there is Kttie doubt that phenylimidoethyl 
formate is the first product of the reaction. Wallach J has 
shown that hydrogen chloride converts formanilide into di- 
phenylf ormamidine hydrochloride, possibly as follows : 
2C6H5NHCHO = CisHijNjHO + CO + H,0. 

This and the fact that the isoanilides are converted into 
amidines by hydrogen chloride § accounts for the formation of 
carbon monoxide and the amidine hydrochloride in the above 
reaction. The formation of carbon monoxide may also be 
due to the displacement of the formyl group, as formyl chlo- 
ride, which decomposes into the oxide and hydrogen chloride, || 

* In the case of the silyer salt a smaU amount of ethjlisoformanilide was 
actually isolated. It is therefore erident that the chlorcarbonic ester has a 
greater tendency to react with the silver salt than with the isoanilide, wfaOe 
in the case of formanilide the facts are the rererse. 

t Fictet, Ber. d. chem. Ges., xxiii, 8016. % Ibid., xy, 206. 

§ Comstock and Eleeberg, Amer. Chem. Jour., xii, 408. 

II Compare Fictet, loc. cit. 
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Foimylphenylurethane may be a secondary product, and re- 
sult from the action of the chlorcarbonic ester on the isoani- 
lide first formed, or it may be a pnmary product, as follows : 

H(yf + CICO AH, = HC-:Cin 

^OH \OJHj 

its formation then being analogous to that of the diacid 
anilides from the sUver salts * and from the isoanilides.t 
Phenylurethane naturally results from formylphenylurethane, 
since all mixed diacid anilides, by treatment with acids, first 
liberate the lower acid radicaL 

Thus it will be seen that the formation of all the products 
of the action of chlorcarbonic ethyl ester on formanilide can 
readily be explained whether formanilide, as its name implies, 
is an anilide with the structure HCO^NHC^^, or whether it 
has the imido structure and is phenylimidoformic acid. Its 
structure cannot, therefore, be determined by the final reaction- 
products in this case, but the analogy which this reaction 
shows with that of the silver salt is strongly in favor of the 
imido formula. 

The recent work bearing on the structure of formanilide 
appears to favor the view that this compound is an imido acid. 
Cohen and Archdeacon J conclude, from their interesting work 
on sodium alcoholate addition-products of the anilides, that 
the structure of formanilide, and indeed also of other anilides, 
is best represented by the imido formula. 

Claisen, § on the other hand, has recently given what at first 
sight appears to be a strong argument for the amide structure, 
f. «., that the sodium salts of the true oxymethylene com- 
potmd, oxymethylene camphor, for example, give 0-esters 
with ethyl iodide, while formanilide does not. He carries, 
however, this analogy, or lack of analogy, too fer when he 
states that if formanilide has the structure CeH,N=:CHOH, 

• Wheeler and Boltwood, Amer. Chem. Joor., xriii, 881. 

t Wheeler and Walden, Ibid., xix, 129. 

% Jour. Chem. Soc (1896), 91. § Ann. Chem. (Liebig), cclxxzyii, 860. 



Digitized by VjOOQ IC 



88 ON THE ACTION OF CHLORCARBONIC 

it should boil lower than its 0-ethyl derivatiye, CeH,N= 
CHOCsHs, while the fact is that formanilide boils higher. 

He arrived at this conclusion from a consideration of the 
boiling-points of the following compounds : 

R p. R p. 

Oxymethylene camphor, 251'' 0-Ethyl derivative, 270** 

Oxymethylene-acetoacetic ester, 200® 0-Ethyl derivative, 266° 

Oxymethylene-acetylacetone, 190^-200® 0-Ethyl derivative, 257"* 

The objection to this reasoning is that the above compounds 
do not contain the nitrogen-carbon grouping — N=CHOH in 
question, but the carbon-carbon grouping =C=CHOH, which 
is assumed to be analogous without sufficient reason. For it 
might be argued that compounds containing the nitrogen-carbon 
grouping — N=CHOH would show differences in the boiling- 
points similar to those containing the oxygen-carbon grouping 
0=CHOH, that is, that the imido-acids and their esters would 
be expected to correspond with the simple acids and their 
esters, and, since the acids boil higher than their esters and 
formanilide higher than its ester, the structure C«H5N=CH0H 
is the correct one for formanilide. 

For example : 

B. p. B.P. 

0=CHOH, 99° 0=CHOCaHa, 64°.4 

0=C(CHa)OH, 118° 0=C(CH^OC,H„ 77° 

0=C(CeH,)OH, 250° 0=C(CeH,)0C,H5 213° 

C,H,N=CHOH, 294° C8H,N=CH0C,H„ 212o 

Similar reasoning to that which has led Claisen to consider 
formanilide as an anilide may be employed to show that it is 
not. For if instead of drawing conclusions in regard to its 
structure from comparison of compounds containing the group 
=C=CHOH with their ethyl esters, a comparison is made 
of compounds containing the group = C— CHO, with what 
theoretically would be their 0-derivatives, we find that the 
compounds with the true formyl group, in this case also, boil 
lower than the 0-ethyl derivatives. Therefore, since the boil- 
ing-point of formanilide does not correspond with this series, 
formanilide must have the imido structure. 
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For example: 

R p. B. p. 

H,C-CHO, 20^8 H,C=CH0-C,H5, 35^.5 

(CH,),CO-CHO, 63° (CHb),C=CH0C,H5, 92°-94° 

CH,(C,H5)CH-CH0, 90° CH,(C,H,)C=CHOC,H„ 111° 

C«H^H-CHO, 294° C«H5N=CH0C,H„ 212° 

This shows that there is no analogy to be expected between 
the boiling-points of oxymethylene derivatives containing the 
group =C=CHOH with fonnaniUde. On account of the 
relation which exists between the boiling-points of acids and 
their esters, and since f ormanilide or phenylimidof ormic acid 
and its ester show this same relation, the conclusion to be 
drawn (if any) from the boiling-points is that formanilide has 
the imido structure. 

Although the group — N=CHOH may exist in formanilide, 
it cannot exist in the secondary anilides, that is, in such com- 
pounds as methyl formanilide, or in the diacid anilides, benzoyl 
formanilide, for example. These compounds must have the 
structure, 

H H 

C,H,N<g^ and CAN<:g=J^^^. 

Auwers * has found that formanilide shows in its cryoscopic 
behavior a departure from the formyl secondary anilides. 
This, as Auwers states, may be due to some unknown cause, 
and not necessarily result from the presence of hydroxyl in 
formanilide. 

It is interesting also to note that formanilide, as first shown 
by Comstock and Kleeberg, readily forms a silver salt, while 
acet- and benzanilide apparently do not. It may be stated in 
general that formanilide is far more reactive than the other 
anilides. These facts would seem to indicate that formanilide 
has the imido structure, and therefore reacts with chlorcar- 
bonic ethyl ester in the manner first stated above. 

* Zeitschr. phjs. Chem., xii, 711 ; xy, 48, 49. 
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Experimental ParL 
Action of Chlobcabbonio Ethyl Estbb ok Fobmakilids. 

On mixing chloicarbonic ethyl ester and formanilidet an 
absorption of heat takes place, the foimanilide slowly dis- 
solves, and, at 28^, a slow evolution of gas soon takes place. 
At 60° to 70*" the evolution of gas is rapid, while on the 
water-bath it may become violent, as Lellmann observed. 

The Liquid and Solid Products. — 60 g- of formanilide and 
54 g. of chlorcarbonic ethyl ester were mixed and warmed 
until solution took place, and the reaction was well started. 
After a short time the material was placed in a desiccator 
over lime until the odor of the ester had disappeared. It 
was then taken up in ether and separated from the diphenyl- 
formamidine hydrochloride which remained. This residue 
was dissolved in water and precipitated by anmionia, when it 
melted at about ISC'*. The ethereal solution was washed with 
water, until all the amidine salt was removed; it was then 
dried over calcium chloride and the ether evaporated. This 
then gave the oil which has been supposed to contain ethyl 
oxalate and ethylisof ormanilide. A portion of this was shaken 
with strong ammonia ; it then showed no signs of alteration 
and no oxamide was obtained. Ethyl oxalate could not, 
therefore, have been present. Another portion was shaken 
with dUute hydrochloric acid ; the remaining oil was extracted 
with ether and the aqueous acid solution was then found to 
contain nothing but a trace of aniline hydrochloride. Since 
no amidine was formed by this treatment, the absence of 
ethylisoformanilide in this oil is established. The remain- 
ing portion of the oil, which had not been treated with 
ammonia or acid, and which had a slight odor resembling 
monochlorethyl acetate, but none resembling ethylisoformani- 
lide, was then subjected to distillation. Unsuccessful attempts 
were previously made to solidify this oil by freezing. On 
distilling, it all boiled over at 14 mm. pressure from 159^ 
to 165^ without showing any signs of decomposition, at least 
the amount of gas given off, as stated by Freer and Sherman, 
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was so insigmficaiit that the pressure remained constant dur- 
ing the entire distillation. The residue was also insignificant 
and diphenylformamidine was not formed. The oil was again 
distilled at 15 mm. pressure. It then boiled for the greater 
part from 162** to 164°. On further distilling it showed signs 
of decomposition, the boiling-point rose to 170°, and in the 
receiver a trace of a sharp odor, probably of phenyl isocyanate, 
was noticed. The distillate remained as an oil on cooling. 
It was then boiled with sodium hydroxide in dilute alcoholic 
solution, in order to decompose formylphenylurethane into 
phenylurethane. On cooling, an oil separated, which when 
treated with dilute hydrochloric acid solidified in a freezing 
mixture. On crystallizing this material from dilute alcohol, 
it melted at 52°, and in all its properties was identical with 
phenylurethane. 

Phenylurethane is one of those substances which when 
melted, or when separated from an alcoholic solution, may 
remain liquid for a long time. Formanilide also belongs to 
this class of substances which when impure are difficult to 
solidify, while formylphenylurethane is an oil. Mixtures of 
the above substances would not therefore be expected to com- 
pletely solidify or readily to deposit crystals on cooling. 

In another experiment where the action was more complete 
and no formanilide was apparently present, a portion of the 
oil did solidify on cooling, and this was found to be phenyl- 
urethane. On boiling the whole with sodium hydroxide, a^ 
then cooling, it apparentiy solidified completely, giving only 
the urethane. This shows that the oil was imdoubtedly 
mostiy formylphenylurethane, and the oil which Freer and 
Sherman obtained must have contained the above-mentioned 
substances along with some chlorcarbonic ester, since they 
state that on warming it gave off a gas, and they obtained 
more amidine, that is, in their case, the reaction was not 
completed at first. 

In another experiment, using two molecules of formanilide 
to one of chlorcarbonic ethyl ester, the products were the 
same. Hence, naturally, the oil contained a large amount of 
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f onnanilide. The greater portion of this ^was separated by 
concentrating the ethereal solution, when the f onnanilide sepa- 
rated as an oil, which on standing crystallized. The ethereal 
filtrate from this gave an oil which boiled, for the most part, 
at 14 mm. pressure from 147° to 161°. The observed boil- 
ing-point of f ormylphenylurethane in the same apparatus at 
16 mm. pressure was 149° to 161°, while phenylurethane 
boiled at 161°, and formaniUde at 165° to 166°. Since in the 
above reaction hydrogen chloride is formed, and this converts 
the f ormylphenylurethane into phenylurethane, the oil is there- 
fore always a mixture of these compounds, and it contains in 
addition any unaltered formanilide. Since the boiling-points 
of these substances lie so close together, attempts to isolate 
f ormylphenylurethane, free from admixture, in this case were 
abandoned. The oil was then converted into the urethane by 
boiling with sodium hydroxide, and the product thus obtained 
was a mixture of urethane and formanilide. 

Formanilide and phenylurethane in the absence of formyl- 
phenylurethane, ». e., after boiling with sodium hydroxide, etc., 
can readily be separated. When such a mixture is crystallized 
from quite dilute alcohol, formanilide first separates, while 
when the mixture is treated with ligroin it is the phenyl- 
urethane that is extracted. 

A better yield of the oil can be obtained by carrying out 
the reaction in benzene. 

The Q-aaeotis Products. — The gases were collected over 
water and examined as follows : The carbonic acid and ethyl 
chloride were removed together with cold dilute solution of 
.sodium hydrate; the presence of carbon dioxide was then 
shown in the usual way. On warming this solution ethyl 
chloride was given off. This burned with a greenish fiame, 
and was shown to contain chlorine by passing the gas over 
heated calcium oxide, dissolving in nitric acid and precipitat- 
ing with silver nitrate. Separate experiments under the same 
conditions with chlorcarbonic ester and boiling sodium hydrate 
gave no burnable gas. Carbon dioxide and ethyl chloride are 
the chief constituents of the gaseous products. After the 
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sodium hydrate solution and then cold water failed to diminish 
the volume of gas, a cuprous chloride solution in hydrochloric 
acid was run into the burette. This absorbed the greater 
part of the remaining gas, thus showing the presence of carbon 
monoxide ; the comparatively small part not absorbed was air 
which had accidentcdly entered in handling the products. 

The results of the above experiments serve to identify the 
following compounds: Diphenylformamidine hydrochloride, 
formylphenylurethane, phenylurethane, carbon dioxide, car- 
bon monoxide, and ethyl chloride. 

Formylphenylurethane^ O^H^N<i qq njj' — T^ diacid ester 
anilide was not obtained free from formamUde or phenylure- 
thane when chlorcarbonic ethyl ester acted on f ormanilide. It 
can be obtained pure, however, from ethylisof ormanilide and 
chlorcarbonic ethyl ester as follows : 

Sixteen g. of ethylisoformanilide were treated with a slight 
excess over one molecule of the ester; a lively reaction took 
place (requiring the use of a return-condenser). Heat was 
evolved and a stream of ethyl chloride escaped. The reaction 
was complete in a short time. The whole was then placed 
over lime in a desiccator until the odor of chlorcarbonic ester 
disappeared. It was then distilled, and after fractioning, a 
portion was obtained boiling from 149° to 151® at 16 mm. 
pressure. This did not solidify on cooling, and on analysis 
the following results were obtained : 

v»..»^ Calonlated for 

^""^ C«,H„NO,. 

C 62.67 62.18 

H 5.98 5.69 

N 7.56 7.23 

When the ansdyzed material was boiled with alkali, it decom- 
posed with the separation of the lower acid group, giving phenyl- 
urethane. When it was mixed with phenylhydrazine, it soon 
solidified ; the solid was washed with ether, and this then left 
pure a-formylphenylhydrazine, melting at 140**. These results 
show that formylphenylurethane has the structure above as- 
signed to it, both acid groups being attached to nitrogen. 

Nxw Hatsn, December, 1896. 
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ON THE PREPARATION OP METABROMBENZOIC 
ACID AND OF METABROMNITROBENZENE.* 

Bt H. L. WHEELEB and B. W. MoFABLAND. 

It is now over thirty years since Reineckef showed that 
benzoic acid could be directly brominated. His method was 
to heat the acid with bromine and water, in a closed tube, to 
100° for several days. Reinecke's method, with the modifi- 
cations of Hiibner, Ohly, Philipp,J Petermann,§ and Anger- 
stein || for its purification, is given in the last edition of 
Beilstein's Handbuch as the method of preparation (^^Dar- 
stellung"). 

Again, according to the above authority, metabromnitro- 
benzene is best prepared as follows (t. e,, " DarsteUung ") : 
** Man erhitzt in Rdhren von 150 c.c. Inhalt je 85 g. Nitro- 
benzol mit 82.5 g. (iiber HjSOi entwSssertem) Brom und 1 g. 
pulverisirten Eisenchlorid zwdlf Stunden lang auf GO^'-TO*'." 
This is Scheufelen's^ method, and it gives a yield of over 80 
per cent of the calculated quantity of pure metabromnitro- 
benzene. 

Scheuf elen also showed that ferrous bromide would readily 
effect the bromination in closed tubes. An experiment of his 
in an open vessel was not a success, however, since only 25 
per cent of the theoretical yield of metabromnitrobenzene 
was obtained. 

The above methods can be greatly simplified, inasmuch as 
the operations can be performed in a short time and without 
the use of closed tubes if iron . be used as a bromine carrier. 

* Amer. Chem. Jour., six, No. 6. 

t Zeitschr. Chem., 1865, 116; 1869, 109. 

I Ann. Chem. (Liebig), cxliii, 288. § Ibid., czlix, 181. 

U Ibid., dyiii, 6. IT Ibid., ccxxzi, 166. 



Digitized by VjOOQ IC 



PREPARATION OF METABROMBENZOIC ACID. 95 

Moreover, contrary to the result of Scheufelen, a yield of 
metabromnitrobenzene almost equal to that obtained in closed 
tubes with ferrous bromide, can be obtained in open vessels 
by the use of iron. 

Iron, as a bromine-carrier, is now frequently used in other 
cases, since it often effects bromination with surprising 
readiness. This property of iron is well illustrated with 
paradichlorbenzene. (See below.) From the experiments 
with iron and ferrous bromide, in the case of nitrobenzene, it 
appears that iron is a better carrier of bromine than separately 
prepared ferrous bromide, and naturally more convenient. 

Metahrombemoie Acid. — After a number of experiments we 
have come to the conclusion that the following is the best 
method for the preparation of this acid: 20 g. of benzoic 
acid and 6 g. of iron wire or gauze are placed together in 
a flask connected with a condenser and heated on a metal 
bath. When the temperature of the bath reaches about 170^ 
48 g. of bromine are added, drop by drop, while the tem- 
perature of the bath is allowed to rise until at the end of the 
operation it reaches 260®. The addition of the bromine re- 
quires about one hour and a half, with the above quantities, 
when the bromination is finished. The quantity of bromine 
given is sufficient to convert all the iron into ferrous bromide, 
the benzoic acid into monobrombenzoic acid, and then allow 
4.7 g. for loss. Generally, however, not all the iron is 
attacked and some dibrombenzoic acid results. 

After the bromine has been added the mass is dissolved in 
sodium hydroxide, filtered from the iron and ferric hydroxide, 
and after precipitating the metabrombenzoic acid with hydro- 
chloric acid it can then be purified in the usual way. We 
proceeded as follows in the purification: After precipitating 
the acid with hydrochloric acid it was shaken out with ether. 
This gave a crude product weighing 82 g.; calculated 
weight for monobrombenzoic acid, 82.9 g. This was dis- 
tilled, and the portion boiling below 800® (none came over 
below 280®), and weighing 20 g., was crystallized once from 
50 per cent alcohoL It melted from 146® to 148® and was 
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therefore practically pure metabrombenzoic acid. From this 
it will be seen that the yield of the acid does not lie far short 
of being equal to the weight of benzoic acid employed. The 
same material crystallized three times from benzene melted at 
152^-153^, which is the melting-point usually assigned to the 
pure acid.* 

Perbrombemene^ CeBre. — An experiment in a closed tube 
gave perbrombenzene as the sole product. The cai'boxyl 
group of the acid being displaced, 5 g. of benzoic acid, 2 g. 
of iron, and 37.4 g. of bromine were heated in a tube 
to 226° for five hours. On opening the tube great pres- 
sure was observed and the bromine had entirely disappeared. 
The ciystaUine product obtained was difficultly soluble in the 
ordinary solvents ; from benzene it separated in the form of 
needles and did not melt below the boiling-point of sulphuric 
acid. 

Metabromnitrobenzene. — 30 g. of nitrobenzene and 3 g. 
of iron wire are placed in a flask with reversed condenser 
and heated up to 120° in an oil-bath. 60 g. of bromine 
are then gradually added, the operation taking about three- 
quarters of an hour. The flask is left in the bath for 
three-quarters of an hour more, and then the contents dis- 
tilled in steam. The crude, almost pure, product thus obtained 
after pressing on paper and drying amounts generally to about 
76 per cent of the calculated. We have obtained a yields 
however, as high as 86 per cent by the above method. In 
one experiment using three times the above quantities a yield 
of 64 per cent of the calculated was obtained. These results, 
although somewhat lower than the best obtained in closed 

* Metabrombenzoic acid resembles benzoic acid in the manner in which 
its melting-point is lowered by a slight amount of impurity or admixture. 
Friedburg (Ann. Chem. (Liebig), clyiii, 23) states that the pure add melts 
at 156^, and that benzoic acid melts at 121^, while a mixture of these acids 
containing 20 per cent of benzoic acid melts as low as 116^, and therefore 6^ 
lower than benzoic acid. With larger amounts of impurities the melting 
point of the mixture was obserred as low as 00^, and, as Friedburg states : 
"Man sieht also, das man sich nicht wundem darf, bei der Bereitung der 
Brombenzoesaure niediig schmelzende Gemische zu erhalten." 
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tubes, are highly satisfactory when one considers the greater 
time required and the other disadvantage in the closed-tube 
method. 

ly^-JHchorS^S-Dibroinbemene (?). — An experiment with 
paradichlorbenzene was interesting as a further illustration of 
the ease with which iron often effects bromination. Paradi- 
chlorbenzene, when pure, can be boiled with its own volume 
of bromine and the bromine all driven off without altering its 
melting-point or without its giving off hydrogen bromide. If, 
however, a piece of iron be added to the warmed mixture, a 
strong effervescence takes place, hydrogen bromide is given 
off, and the reaction proceeds of itself, the product soon solid- 
ifying. After pulverizing and washing out the iron bromide, 
the residue can be crystsdlized from hot absolute alcohol, in 
which it is difficultly soluble. It then gives beautiful color- 
less needles or prisms which melt at about 148°. A product 
thus obtained gave the following results on analysis: 

•^ . CftlouUted for 

'**"**"• CAClsBr,. 

CI 23.26 23.31 

Br 52.33 62.46 

This is presumably 1, 4-dichlor-2, 5-dibrombenzene, the cor- 
responding tetrabrombenzene which it resembles in regard to 
solubility, etc., being also formed by direct bromination. 
With the exception of the fact that it was found that this 
compound is very unreactive, it was not further investigated, 
test-tube experiments showing that it was not affected ap- 
preciably by boiling with nitric acid, and that it could be 
volatilized from fused sodium hydrate. 

In conclusion, the authors desire to express their thanks to 
Messrs. W. M. Bradley, G. R. Tracy, and W. Valentine, who 
have assisted in the present work. 

Nbw Haviw, February, 1897. 
TOL. n. — 7 
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ON THE NON-EXISTENCE OP FOUR METHENYL- 
PHENYLPARATOLYLAMIDINES.* 

Bt H. L. WHEELER. 

Ik the first number of the Journal fiir praktische Chemie for 
this year, Waltherf describes the preparation of methenyl- 
phenylparatolylamidine by four different methods. Each 
method, according to him, gave a new amidine, and these 
amidines were supposed to be isomers. The methods he used 
and the compounds he claims to have obtained are as follows: 
I. By heating methenyldiphenylamidine with |>-toluidine a 
product was obtained which melted at 120^. He explains the 
formation of this as follows: 

^ iNiaOT" H:NHC,H«CH, ^ NHCH^CH, 

n. By boiling an alcoholic solution of meihenyldiparatolyl- 
amidine with aniline hydrochloride, a product melting at 132° 
was obtained : 

^NC.H,CH, 
HCf 

^ iNHC,H«CH,jHiNHC,H,.HCl 

TiG^ .HCl + H,NC,H4CH,. 

III. By treating a mixture of j^-formtoluide with aniline 
and phosphorus trichloride a product melting at 98° was 
obtained. He states that the following amidine is expected to 

result here : 

NHCH^CH, NHCH^CH, 

HC/ -» HC/ 

^iCl, + H,iNC,H, ^NC,H, 

* Amer. Chem. Jovr., ziz, No. 5. t Bd. It, 41. 
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IV. Finally, he states that by reversmg the above and 

treating a mixture of formanilide and j9-toluidine with phos- 

phoms trichloride a reaction as follows must take place, or, 

in other words, that an amidine with the following structure 

must result : 

NHC.H, NHC.Hs 

HC/ -^SC/ 

^|Cl, + H,jNC.H,CH, ^NCeH4CH, 

Walther concludes that two of these amidines are structural 
isomers while the others are perhaps physical modifications or 
stereochemical isomers. 

The existence of four isomeric methenylphenylparatolyl- 
amidines is theoretically possible, and would therefore not be 
remarkable, but that these four should be formed separately 
in the above reactions is not in harmony with the general 
behavior of amidines, imide chlorides,* or imido-esters, and that 
these substances should act by direct double decomposition, as 
indicated above, seems incredible. Moreover, these results 
are not in harmony with the careful work of Pechmann f on 
the amidines. Pechmann has shown in several cases that only 
one amidine results, when prepared from imide chlorides, 
where two might be expected.^ 

The re-examination of the above products was therefore 
undertaken with the result that all attempts to confirm the 
statements of Walther were unsuccessful In no case, by the 
first and second method, were products obtained that melted 
constantly at 120° or 132**. Products were obtained that 

* Most probably imide chlorides are to be considered in reactions III and 
rv and not amide chlorides. 

t Ber. d. chem. Ges., xxviii, 860 and 2862. 

I It may be stated here that seven years ago, while the author was engaged 
in a research on the isoanilides with Mr. W. J. Comstock, it was observed 
that the same amidine resulted when prepared from phenylformimidomethyl 
ester and metanitraniline or from metanitrophenylformimidomethyl ester 
and aniline. The products obtained by these different methods were identi- 
cal in regard to melting-point and general behavior. The preparation of this 
amidine by only one method was given at that time, the intention being to 
examine the subject more thoroughly, and the work had just been resumed 
when Pechmann* s article appeared. 
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melted near these temperatures, and corresponded otherwise 
with Walther's descriptions, but, when crystallized, they 
proved to be nothing but impure methenyldiphenylamidine 
and methenyldiparatolylamidine, respectively. 

According to the third and fourth method apparently one 
and the same methenylphenylparatolylamidine was obtained. 
This did not melt at 98° nor at 102° when purified by repeated 
crystallizations, but more nearly at 108.5° to 104°, when 
prepared by the third method, and at 108.6° to 104.6°, or 
practically at 104°, when prepared by the fourth method. 
The products could not be distinguished in appearance and 
properties except by this slight difference in melting-points. 
This difference in complete melting is to be explained by the 
fact that when this amidine is prepared by the third method, 
under certain conditions, an impurity accompanies the chief 
product, which it is difficult or impossible to separate by crys- 
tallizing from ligroln. This impurity is probably methenyl- 
diparatolylamidine. 

The amidine at about 103.5° is the true methenylphenyl- 
paratolylamidine, since the same compound results from par- 
atolylf ormimidomethyl ester and aniline. 

Walther comments on the products obtained by the third 
and fourth methods, as follows : " AUein an der Verschied- 
enheit beider Kdrper ist nicht zu zweif eln ; beim Umkiystal- 
lisiren derselben aus warmem Petrolather ist der Unterschied 
in ihrem Verhalten schon deutlich ausgepragt: der KOrper 
vom Schmelzp. 98° lUst sich leichter und fait beim Abklihlen 
der Lbsung sofort in weissen Nadeln aus, der Kb'rper von 
Schmelzp. 102° geht schwerer in Lb'sung und setzt sich lang- 
sam in harten kleinen Prismen ab." 

The products that I obtained by Walther's third and fourth 
methods could be made to crystallize at will in the form of 
needles or prisms. In order to obtain the needle form, a 
strong ligroln or petroleum ether solution is taken, and 
cooled rapidly. If the solutions are dilute or moderately 
dilute, and are slowly cooled, or if allowed to evaporate spon- 
taneously, prisms are invariably obtained. Apparently the 
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prisms are obtained more readily the purer the material. No 
difference in melting-point was observed between the needles 
and prisms when these forms were prepared from pure ma- 
teiiaL The difference in solubility of these forms is only 
apparent ; the prisms are thicker, larger crystals, and therefore, 
of course, dissolve less rapidly than the finely divided slender 
needles. 

Platinum double salts of the supposed new amidines were 
obtained by Walther in each case, but since these were ob- 
tained from impure material, nothing would be gained by 
examining these. Attention was directed therefore entirely 
to the amidines. 

The formation of only one amidine in reactions III and lY 
shows that the reaction is not a direct double decomposition, 
but that it involves an addition and then a separation. For 
example, both imide chlorides formed from the f ormyl com- 
pounds add the base giving the same compound, t.^., the 
hydrochloric acid salt of the amidine, and this naturally breaks 
down in one way, or chiefly in one way : 

^^^NC.H,CH, ^ H,NC.H...__ /NHC.H,CH, 

/CI Z^ HC-Cl 

^^^NCA ■*■ HjNCeH^CH,--'^^ \NHCeH, 

The above addition-product can separate hydrogen chloride 
in either of two ways according as the double bond in the free 
amidine is between the methenyl group and the aniline or the 
toluidine rest. These reactions, therefore, show nothing in 
regard to the structure of methenylphenylparatolylamidine. 

The Product Obtained ly the First Method. 

The directions for the preparation of the amidine melting 
at 120** are somewhat indefinite. Walther states: "Wird 
Diphenylmethenylamidin mit 1 mol. freien jt^-Toluidins langere 
zeit erhitzt, so erhalt man eine Abscheidimg von Anilin. Das 
resultirende gemischte Amiden bildet sh«ne weisse Nadeln von 
Schmelzp. 120^'' 
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No temperatures are given^ nor is the solvent stated which 
was used in the purification (?) of the product. Attempts 
to prepare this amidine were made as follows: 1.2 g. meth- 
enyldiphenylamidine and 0.6 g. of paratoluidine were heated 
to 100® for about three days. The material on cooling then 
became a dark-colored semi-solid mass. It was dissolved in 
cold alcohol and precipitated with water, dried on a plate, 
and then crystallized from ligroln. It separated finally in the 
form of white needles, as Walther states, but the different 
crystallizations melted about as follows : 

I. 102*^-110° IV. 125°-127° VIL 131*^-133*^ 

II. 117° V. 127°-129® Vin. 131^-133*^ 

III. 120^-126*' VI. 128^-131*^ 

In the next experiment a larger quantity of material was 
taken. 5.5 g. of methenyldiphenylamidine and 8.0 g. of 
paratoluidine were kept at about 80° for four days and nights. 
The black mass was then taken up in alcohol precipitated with 
water, dried, and boiled in ligroln with animal charcoaL On 
crystallizing from ligroln needles separated, and the following 
melting-points were obtained: 

I. 100°-108° IV. 121°-125° VII. 135^-136** 

II. 112°-115° V. 126°-129° Vni. 136^-136° 

III. 115°-122° VI. 130°-132° 

The above results show that the product thus obtained is a 
mixture, and that the amidine ciystallizing in white needles, 
as described by Walther, is undoubtedly impure methenyl- 
diphenylamidine. The melting-point of this is given by various 
observersfrom 135° to 140*^. Other solvents besidesl^x)In were 
tried, but no amidine melting constantly at 120^ was obtained. 
The product was readily soluble in alcohol, ether, carbon 
disulphide, benzene, and chloroform. It had the appearance 
and properties of methenyldiphenylamidine. 
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The Product Obtained hy the Second Method. 

According to the second method, by heating methenyldi- 
paiatolylamidine* with aniline hydrochloride for a half hour in 
alcoholic solution, an amidine melting at 182^ should result. 
The solvent used in purifying is not stated. 

An experiment to confirm this statement was undertaken 
as follows: 2.9 g. of methenyldiparatolylamidine and 1.7 g. 
of aniline hydrochloride were warmed in a small amount of 
alcohol for a half hour on the steam-bath. (If warmed for a 
longer time the amidine is decomposed and nothing separates.) 
On cooling, a mass of needles separated. These were dissolved 
in alcohol and precipitated with dilute ammonia, dried, and 
crystallized repeatedly from ligrom. The products from the 
successive crystallizations gave approximately the following 
melting-points : 

L 125*^ IV. 133<^-137*^ VII. 137*^-140^ 

II. 132^ V. 136°-138*' 

ni. 132*^-136^ VI. 137°-140° 

A portion of the hydrochloride was crystallized four times 
from alcohol and then decomposed with ammonia. Thus 
obtained it melted at about 185°-186*'. When the crude 
amidine was crystallized twice from absolute alcohol, in which 
it is quite soluble, it melted at 182°-186°. 

In another experiment 5 g. of the amidine and 8 g. of 
aniline hydrochloride were taken. The hydrochloric acid salt 
resulting on warming this mixture was crystallized six times 
from absolute alcohol and then decomposed with dilute am- 
monia, the dry product melted not sharply at 188**. How- 
ever, on crystallizing this once from considerable low-boiling 
ligroln, it came down in the form of lozenges and flattened 
bunches of crystals, representing exactly methenyldiparatolyl- 

* In describing methenyldiparatoljlamidine as new, Walther overlooks 
the fact that this amidine was obtained by Senier (Ber. d. chem. Qes., zriii, 
2294). Later this amidine and also methenyldimetanitrophenylamidine 
(dinitrodiphenjlformamidine) was described in Amer. Chem. Joor., zyiii, 
617, bj Comstock and others. 
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amidine when crystallized under the same conditions. In this 
form when dry it melted fairly well at 140°. 

The above results show that the material obtained by this 
method, and melting at about 182°, is a mixture which, when 
crystallized, gives methenyldiparatolylamidine. 

The ProducU Obtained by the Third and Fourth Methods. 

The third method consists in treating jp-formtoluide with 
aniline and phosphorus trichloride. No details are given for 
the conversion of the reaction-product into the amidina It is 
stated that from petroleum ether the amidine separates in 
needles melting at 98°. 

An experiment according to this method, using the quanti- 
ties given by Walther, was performed as follows : 6 g. jt^^f oxm- 
toluide and 8.6 g. of aniline were mixed and treated with an 
excess of phosphorus trichloride. 

A violent reaction took place, and the mass solidified. The 
material was washed with water, taken up in alcohol, and 
precipitated with dilute ammonia, dried, and crystallized 
from petroleum ether, as directed. It then separated in 
needles or prisms according to the conditions already stated 
in the introduction. The material, after one crystallization 
from petroleum ether, melted at 102°-108°, and showed no 
signs of melting at 98°. After four crystallizations from 
Ugroin the material melted at 108.5°-104°. 

In another experiment 10 g. of j?-formtoluide, melting at 
62°, and 7.2 g. of freshly distilled aniline were mixed ; then 
phosphorus trichloride was slowly added in excess. The 
product thus obtained was treated as in the previous experi- 
ment. The free amidine was crystallized sixteen times from 
petroleum ether. It separated in needles and prisms, and 
the following are some of the melting-points which were 
observed : 



I. 


97.0°- 97.6° 


IX. 


102.0°-102.6° 


XIV. 


103.5°-104° 


III. 


98.0°-100.0° 


XI. 


102.5°-103.0° 


XV. 


103.5°-104° 


VL 


100.6°-101.5° 


XTTI. 


103.0°-104.0° 


XVI. 


103.6°-104° 
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In another experiment a specimen of j>-formtoluide was 
used which was carefully freed from all traces of |>-toluidine, 
and which after several crystallizations from ether melted 
sharply from 58^-54^. This gave the same result as stated in 
the first experiment above. 

Several attempts were made to prepare this anudine from 
specimens of crude |>-formtoluide melting at 52*^, and from 
which j?-toluidine had not been removed by treating with 
dilute hydrochloric acid and water. In these cases products 
were obtained melting at about SS"", and in one of these cases 
the material was crystallized seven times from ligroln without 
raising its melting-point above 86^. On the other hand, when 
pure jt>-f ormtoluide was tised, even the crude product melted 
higher than this. The lowering of the melting-point in these 
cases is, therefore, due to the presence of jE>-toluidine in the 
^f ormtoluide used. 

The fact that the amidine prepared by the third method, 
and from pure materials, melts lower than when prepared by 
the fourth, is now readily explained as follows : The phos- 
phorus trichloride decomposes a small part of the jo-f ormtolu- 
ide into ^toluidine hydrochloride, and this, by taking part in 
the reaction, effects a contamination (probably methenyldi- 
paratolylamidine) that is difficult or impossible to remove by 
repeated crystallizations. On the othei: hand, the conditions 
in the fourth method are different. In that case there is no 
j>-formtoluide present to form methenyldiparatolylamidine, 
and, if the formyl compound is decomposed, aniline is sepa- 
rated, this then forms methenyldiphenylamidine, which is 
more soluble in petroleum ether than the chief product, the 
mixed amidine. Hence the material prepared by the fourth 
method is. more readily purified. 

An experiment, according to the fourth method, gave the 
following result: 6 g. of formamlide and 4.8 g. of |>-tolui- 
dine were mixed and treated precisely as in the above experi- 
ment. The product from petroleum ether came down in 
needles or prisms, and after four crystallizations melted from 
103.6^ to 104.6^ 
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From the above results it is concluded that only one meth- 
enylphenylparatolylamidine exists. In conclusion, the author 
expresses his indebtedness to Mr. J. A. HaU, who has assisted 
him in the present work. 

Nkw Hatxh, March, 1897. 
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ON THE MOLECULAR REARRANGEMENT OF THE 
OXIMES BY MEANS OF CERTAIN METALLIC 
SALTS.* 

By WILLIAM J. COMSTOCK. 

The conversion of ordinary benzaldoxime into its stereoiso- 
mer was discovered by Beckmann, who effected it first f by 
the action of sulphuric acid, afterwards | by the action of hy- 
drochloric acid gas on the ethereal solution* This latter 
method has since been applied with success to other cases. 

The Beckmann rearrangement of an oxime into amide or 
substituted amide is effected by means of phosphorus penta- 
chloride, § strong sulphuric acid, || acetyl chloride, IT and the 
so-called Beckmann mixture.** I have found that several 
metallic salts are capable of producing the same results. A 
good example of this is furnished by the behavior of cuprous 
chloride towards benzantialdoxime. When a cold solution of 
ordinary benzaldoxime in dry benzene or toluene is treated 
with cuprous chloride, the chloride dissolves rapidly. If the 
solution is a concentrated one, the formation of long needles 
can be noticed at once; if the solution is dilute, the same 
compound can be precipitated by the addition of petroleum 
ether. The new compound is an addition-product of two 
molecules [of oxime to one of cuprous chloride, reckoned as 
CuCL But instead of being an addition-product of the anti- 
oxime, it contains the stereoisomer. 

If the benzene or toluene solution is shaken for a few min- 
utes with an excess of cuprous chloride, and the filtered solu- 

• Amer. Chem. Jour., xix, No. 0. t Ber. d. chem. Get., zx, 2766. 

t Ibid., xxii, 488. $ Beckmann, Ibid., xix, 988. 

I Beckmann, Ibid., zx, 1507. 
t Victor Meyer and Warrington, Ibid., 600. •• Ibid., 2681. 
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tion heated, a separation of cuprous chloride begins at once. 
After continued boiling and concentrating the filtered solution, 
benzamide separates. I have tested the behavior of several 
oximes, and found in each case that addition-products with 
cuprous chloride or cuprous bromide could be obtained* 
This is true of both aldoximes and ketoximes and in each 
case the composition of the product was 

(Oxhne), + CuCl or CuBr. 

The rearrangement into amide or substituted amide by 
boiling a solution of the cuprous-halide-oxime, is not, how- 
ever, a general reaction, and where effected is not necessarily 
a smooth one. When the solution of cuprous-halide-oxime 
is heated, there is usually, if not always, to some extent a 
regeneration of aldehyde or ketone. In some cases the greater 
part of the oxime is decomposed in this latter way. For in- 
stance, on boiling a toluene solution of benzophenoneoxime 
with cuprous bromide, the greater part was foimd to be con- 
verted into benzophenone. 

The tendency of an oxime to form a " molecular compound " 
with cuprous chloride is so great that in two cases, at least, 
eupric chloride is reduced to cuprous chloride. Benzaldoxime 
and acetoxime are the two compounds whose behavior towards 
eupric chloride has been studied. 

If an aqueous solution of eupric chloride is added to a con- 
centrated aqueous solution of acetoxime, the separation of 
colorless crystals begins at once, even at low temperature. 
With very dilute solutions the separation is slower, but the 
same reaction takes place. These crystals are identical in 
composition with those formed by the direct action of cuprous 
chloride on acetoxime dissolved in an anhydrous solvent. As 
soon as the separation of crystals bom the aqueous solution 
of oxime and eupric chloride begins, the solution shows the 
presence of nitrous acid by its reaction with potassium iodide 
solution. 

Obviously a portion of the oxime is split into acetone and 
hydroxylamine, which latter reduces the eupric chloride to 
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cuprous cUoride with formation of nitrous acid, while 
another portion of oxime unites with the cuprous chloride 
to form the difficultly soluble cuprous-chloride-oxime. 

In addition to cuprous chloride and cuprous bromide, anti- 
mony trichloride effects the Beckmann rearrangement with 
the greatest ease. This I have shown in the case of benzo- 
phenoneoxime. 

As a method of converting an antialdoxime into its stereo- 
isomer, the action of hydrochloric acid on the ethereal solution 
is obviously simpler than the action of cuprous chloride or 
cuprous bromide. Nevertheless these changes of the oximes 
under the influence of metallic salts are not without interest. 
Whether the action of a metallic salt can lead to the discovery 
of a missing stereoisomeric oxime when other methods fail, is 
of course uncertain. No special efforts have been made with 
this in view, as the group has already been worked up with 
considerable thoroughness. 

In compounds other than oximes, but containing the group 
— N=C— , the methods of obtaining the two stereoisomeric 
forms are by no means as satisfactory ; and there is no a priori 
reason why, in some of these other cases, a rearrangement 
should not be effected by the action of metallic salts. 

Cuprous chloride, cuprous bromide, and antimony trichlo- 
ride, all add, with the greatest ease, to some of Schiff's bases. 
A few of these derivatives I shall describe in another paper. 

Experimental Part. 

(hprofii-chloride^enzsT/naldoximey (^C^ffsCE^^NOS^^CuCl. 
— The best method of preparing this compound is by treating 
a cold solution of ordinary benzaldoxime in dry toluene with 
a slight excess of cuprous chloride, shaking gently until 
no more chloride dissolves. From the filtered solution the 
cuprous-chloride-oxime can be precipitated by the addition of 
petroleum ether. The toluene solution can even be warmed 
gently. On working with weighed quantities it was found 
that the solution of ordinary benzaldoxime dissolved a little 
less cuprous chloride than is represented by the above com- 
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position. The compound ciystallizes in needles which are at 
first practically colorless, although the solution assumes at 
once a yellowish-brown color. The crystals become dark on 
standing in contact with the mother-liquor, and become dark- 
green very quickly when exposed to the air. 

The compound has no sharp melting-point. Washed with 
petroleum ether and dried m vaciiOy it was found to contain 
19.1 per cent of copper. The above composition requires 
18.59 per cent of copper. 

By treatment with cold dilute sodium hydroxide solution 
the copper can be removed, and on leading carbonic acid into 
the filtered solution, benzsynaldoxime separates at once in 
crystals. 

From cupric chloride the compoimd was obtained as fol- 
lows: The ordinary oxime was dissolved in alcohol and 
mixed with an alcoholic solution of cupric chloride; water 
was then added until the solution became turbid, a drop of 
hydrochloric acid added, and the mixture kept at ordinaiy 
room temperature. The formation of long colorless needles 
began within a few minutes, but the separation was not 
complete for several hours. The compound prepared in 
this way seemed comparatively stable when in contact with 
the mother-liquor, but showed the same rapid coloration when 
exposed to the air. 

When washed quickly with a small quantity of 50 per cent 
alcohol, and dried in vacuoy it gave the following analytical 
results: 

Foond. Calculated.' 

Cu 18.8 18.59 

CI 11.7 10.40 

Benzsynaldoxime was obtained from this product in the 
manner described above. The same compound can be ob- 
tained by adding ordinary benzaldoxime to a cold solution 
of cuprous chloride in dilute hydrochloric acid. When the 
oxime is added to a cold concentrated solution of cuprous 
chloride in strong hydrochloric acid, a compound crystallizing 
in small yellow needles is formed. This yellow compound 
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is quite unstable, but it contains the oxime as synoxime 
(shown as above), and is obviously a double salt, as it is 
formed only in the presence of strong acid. On adding 
water gradually to this double salt, the fonnation of the 
white needles of cuprous-chloride-oxime can be observed. 

As to the rearrangement into benzamide, it was carried out 
in benzene and in toluene solution. The amide was obtained 
with sharp melting-point after one recrystallization, and was 
further identified by the formation of ammonia and benzoic 
acid. The cuprous chloride which separated when this rear- 
rangement was effected, was dirty and mixed with some 
resinous matter after the solution had been heated for a 
time, although when the separation first began it was light 
colored, much lighter than the solution. Benzaldehyde and 
probably benzonitrile are by-products of the reaction. 

I have assumed that the copper separates as cuprous chlo- 
ride or cuprous bromide in this and similar cases, but have 
not proved this by analysis. 

Cuprous bromide acts like the chloride, but I have not 
analyzed the intermediate product, which, however, seemed 
more stable than the cuprous chloride compound. 

Other Aldoximes. — Cinnamaldoxime gives with cuprous 
bromide an addition-product crystallizing feom toluene in 
small yellow needles. For this purpose a mixture of the 
two stereoisomers* was used. 



VoinkL 



Galonlated f or 
(Oxime),CaBr. 

Cu = 14.62 Cu = 14.49 



It was shown that the Beckmann rearrangement is effected 
by boiling the toluene solution. The amide of cinnamic acid 
was not purified, but decomposed by boiling sodium hydroxide 
solution. Pure cinnamic acid was obtained and identified. 
Much aldehyde was also formed. 

Oenanthaldoxime forms a beautifully crystallized product 
with cuprous bromide when warmed in ligroln solution. On 
cooling the filtered solution the product separates in star-like 

* See Bamberger and Goldschmidt, Ber. d. chem. Ges., zxyii, 3428. 
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clusters of long transparent prisms. It proved comparatively 
stable when exposed to the air ; after several hours there was 
practically no change. The amount of oenanthol regenerated 
when the toluene solution was boiled seemed laige. 

Ouj>ro%t8-ehloride'<icetoxime^ ( CtH^NOR)^ Ou CL — This com- 
pound can be prepared in dry benzene, toluene, or ligroln by 
the direct action of cuprous chloride. It can be recrystallized 
advantageously from boiling ligroln, but undergoes some de- 
composition on protracted boiling, and changes very quickly 
on exposure to the air. It crystallizes in colorless transpar- 
ent plates or inclined prisms, which assiune a yellowish color 
on exposure to the air for a few minutes. The melting-point 
is not sharp ; it softens below 80°, is completely melted at 96**, 
to a clear fluid of yellowish brown color. On further heating 
it undergoes energetic decomposition, and has an odor like 
impure acetamide. The change is, however, essentially a 
dissociation. 

An analysis of the compound crystallized from hot ligroln 
gave the following results : 

Found. Oaloolatod. 

Cu 26.17 25.88 

CI 14.61 14.49 

The preparation from cupric chloride in aqueous solution 
has been described in the introduction. An analysis of the 
compound prepared in this way and dried in vacuo without 
recrystaUization gave the following results: 



Foand. 


Oakmbtad. 


26.70 


26.88 


14.83 


1449 



Cu . . . . 

a . . . . 

On recrystaUization from ligroln the crystals were to 
the eye exactly like those prepared directly from cuprous 
chloride. 

Cuprous-bromide^cetoadme^ ( C%HtNOR)i OuBr. — Prepara- 
tion as in the case of the previous compound. The bromide 
is changed less rapidly on exposure to the air and is more 
difficultly soluble. It melts to a clear fluid at 121^-122°, 
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after softening a few degrees below. It occurs as hexagonal 
plates or thick, transparent, inclined prisms. A copper esti- 
mation gave 22.05 per cent, while the theory requires 21.90 
per cent. 

The Beckmann rearrangement into methylacetamide could 
not be effected by boiling the toluene solution of either of 
these acetoxime derivatiyes. A solution of the cuprous- 
bromide-oxime was boiled for hours. The solution became 
dark-colored, and a small quantity of insoluble matter was 
formed. After boiling off most of the toluene, the entire residue 
was boiled with strong sodium hydroxide solution, the volatile 
part being caught in dilute hydrochloric acid. The hydro- 
chloric acid solution left a residue on evaporation, but this 
residue was not methylamine hydrochloride, as it was not 
deliquescent and did not give the isonitrile reaction. The 
distillate bou^ the sodium hydroxide had a distinct bone-oil 
odor, and this same odor was noticed on adding an alkali to 
the residue from the hydrochloric acid solution. This sug- 
gests the formation of a pyridine base, but I did not obtain 
sufficient for identification. 

OtJier KetoximeB. — Acetophenoneoxime in toluene solution 
unites with cuprous chloride. The compound was precipi- 
tated by ligroln in thin colorless plates, which darken quickly. 
Unchanged oxime was recovered after treating with sodium 
hydroxide solution, filtering and adding carbon dioxide. 

Found. Oaloulated. 

Cu = 17.7 Cu = 17.2. 

Boiling in toluene solution led to dark-colored products not 
carefully examined. Certainly the reaction is not a smooth 
one. 

Benzophenoneoxime and Cuprous Chloridey 

(jf^>0=^OH\OuCl.^ 

This compound was prepared as foUows: The oxime was dis- 
solved in methyl alcohol, an excess of cuprous chloride and 
a few drops of hydrochloric acid added, the solution warmed 
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on the water-bath to 60° for a few minutes, and filtered from 
the excess of chloride. On cooling small, thick, yellow plates 
were deposited. Unchanged oxime could be recovered. 

Foond. Oalcnlatod. 

Cu . . 14.08 12.86 

The compound can be obtained in large diamond-shaped, 
doubly-terminated plates of yellow color, when an excess of 
cuprous chloride is dissolved, together with the oxime in a 
mixture of hydrochloric acid, methyl alcohol, and chloroform, 
and the solution evaporated quickly at ordinary temperature. 
A toluene solution of the oxime boiled in presence of 
cuprous chloride, or cuprous bromide, yielded essentially 
benzophenone. 

Rearrangement with Antimony Trichloride. — When benzo- 
phenoneoxime is added in small portions to th^ antimony tri- 
chloride warmed just above its melting-point, the oxime 
dissolves to a clear solution with but a trace of color. The 
addition of each portion of oxime produces a hissing sound, 
and if a large quantity of oxime is added at once, the reaction 
becomes violent and t^e product dark-colored. 

On slowly adding 1.8 g. of oxime to 6 g. of trichloride, 
washing the product with a mixture of alcohol and dilute 
hydrochloric acid, and recrystallizing the residue &om alcohol, 
a yield of 1.5 g. of pure benzanilide is obtained. 

Sheffield Chemical Labobatobt, 
March, 1897. 
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ON HALOGEN ADDITION-PRODUCTS OF THE 
ANILIDES.* 

[thibd paper.] 

Bt H. L. WHEELEB, BAYABD BABNES, and J. H. PBATT. 

In a recent paper feom this laboratory f it was shown that 
the anilides are capable of fonning addition-products with bro- 
mine and iodine, and that these addition-products can only be 
formed in the presence of a halogen acid. They are, there- 
fore, perhalides, and it was concluded that these compounds 
are derivatiyes of substituted ammonium salts, and that they 
are perfectly analogous to the perhalides of csesium X &nd 
ammonium.§ 

We have continued the study of these compounds in order 
to test the correctness of this view, and also with the object of 
determining the structure of the halogen salts of the anilides. 
We have made crystallographic measurements of some of the 
perhalides and of ammonium triiodide, and we find that, 
although ammonium triiodide is perfectly analogous to the 
perhalides of the alkali metals, on the other hand, the per- 
halides of the anilides, as far as examined, show no crystal- 
lographic analogy whatever with these compounds. 

This, perhaps somewhat unexpected, result would indicate 
that the peculiar salts from which the perhalides are derived 
are not substituted ammonium compounds, and it will be seen 
below that other experimental work confirms this conclusion. 

* Amer. Chem. Jour., zix. No. 8. 

t Wheeler and Walden, Rid., xriii, 86. 

t WeU«, Amer. Jour. ScL, xliii, 17. 

S Boozeboom, Ber. d. chem. Ges., xir, 2398. 
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All these perhalides are derivatives of two molecules of an 
anilide with one of a halogen acid, or, briefly, of the 2 : 1 salts. 
Perhalides derived from 1 : 1 salts have not been prepared. 
When these salts are employed, the products obtained are 
invariably derivatives of 2 : 1 salts. However, no special 
attempt has been made to decide whether the 1 : 1 salts are 
capable of forming perhalides. 

Nolting and Weingartner * were the first to prepare a 2 : 1 
salt of the anilides. They found that acetanilide and hy- 
drogen chloride gave a compound represented by the formula 
(C6H,NHCOCH,)2HCl, and they investigated its behavior 
on heating. At 250^ they obtained ethenyldiphenylamidine, 
at 280° flavaniline, and at 300'^ dimethylquinoline. The 1 : 1 
hydrochloride of acetanilide was observed by Knorr. f 

Our work with these salts has shown that the anilides in 
general form these two series of salts, and no other types have 
been observed. The anilides differ from their pseudo deriva- 
tives, i. e.j the imido-esters, both in forming 2 : 1 salts, as well 
as in not forming 1 : 2 salts. These salts are characteristic 
for the two series. It is now interesting to note that formani- 
lide gives 2 : 1 salts in the same manner in which the cor- 
responding salts of the other anilides are obtained. The 
conclusion that foUows from this is that formanilide belongs 
to the series of anilides, and that it has the normal structure. 

At present there is no occasion to assume that the 1 : 1 salts 
are anything but substituted ammonium compounds. In the 
case of the 2 : 1 salts, it is different, and here numerous con- 
stitutional formulas are theoretically possible. It will be con- 
venient to discuss these under three heads : 

I. Those which are represented as having the pseudo form 
of the anilide. 

II. Those in which oxygen or the acyl group takes part 
in the union of the molecules. 

III. The diammonium structure. 

The following formulas are examples of these types: 

• Ber. d. chem. Ges., xriii, 1340. 
t Ann. Chem. (Liebig), ccxlv, 376. 
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I. n. 

H CI CH,CO-NHCeH, 

V I ^n 

CH,C(OH)-NC.H, I ^^2 

CeHjr-(HO)CCH, • <NHC.H, 

m. 
H s^-M-^ COCHf 

CI. ' ^COCH, 

The first type is excluded, since we find that methyhneta- 
nitroacetanilide gives perhalides of a 2 : 1 salt, and also since 
this is an ammonium salt. 

In regard to the second type, it may be stated that the 
presence of oxygen, t. ^., an acyl group, is unnecessary for 
the formation of 2 : 1 salts, or of their perhalides. Troost * 
has prepared the compounds 2NHs.HBr and 2NHs.HI, and 
Grimaux f has described a perhalide of pyridine represented 
by the following formula : (C»H»N)aHBr.Br4. Another com- 
pound that evidently belongs to this class is the iodine addi- 
tion-product of benzamide obtained by Curtius : % 

CeH,CONH,.I 

C«HsCOl!rH,.I 

On account of these facts, and since the 2 : 1 salts of the 
anilides are not derived from the pseudo form, the diammo- 
nium structure III seems to be most satisfactory. This struc- 
tvoB readily allows for the formation of 2 : 1 salts from the 
secondary anilides, and also explains the lack of analogy of 
the perhalides to those of ammonium. 

A comparison of the perhalides of the anilides with those of 
the alkali metals shows other interesting differences besides 
the lack of analogy in cr3rstalline form. 

In this paper we describe mixed perhalides, and show that 
the hydrochloric acid salts of the anilides readily give per- 

• Compt rend., zcii, 71& t BuU. Soc. Ohim. (Paris), xxxviii, 127. 

X Ber. d. chem. Qet., zziii, 8040. 
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halides with iodine, while the corresponding perhalides of the 
alkali metals could not be obtained. 

In the case of the bromides and iodine only CsBrl^* conld 
be obtained, rubidium and potassium having little or no 
tendency to form this perhalide. On the other hand, the 
hydrobromides of the anilides readily unite with iodine, 
methylmetanitroacetanilide hydrobromide giving a tetra ad- 
dition-product. 

The relative stability of these perhalides is similar to those of 
the alkali metals, those containing only iodine being the most 
stable. Large crystals of the compound (CeH3NHC0CAa)a 
HI.Is, after standing in a corked tube for over a year, gave 
excellent reflections on the goniometer. 

The property of forming perhalides, and the relatively 
greater stability of these perhalides, when compared to some 
of the alkaline metal derivatives, show that it is not basicity 
that determines their stability or tendency to form, since the 
salts of the anilides are decomposed by water. 

Experimental Part. 

Ammonium Triiodide^ NHJCJ^. — This salt was prepared by 
dissolving the calculated amount of iodine in a strong solution 
of ammonium iodide and evaporating by standing over potash, 
as described by Johnson,! when dark blue prisms were obtained. 
These belong to the orthorhombic system, and the faces which 
were observed are as f oUows : 

a, 100 c, 001 d,011 t,103 

J, 010 m, 110 €, 102 

The axial ratio derived from the angles marked with an 
asterisk in the table below is : 

a:b:e = 0.6950 : 1 : 1.1416 

The crystals are somewhat peculiar in their development, 
for they show two very similar forms which have no faces 
alike. They attained a length of 3 mm. 

• Wells, loc. cit t Ber. d. chem. Ges., u, 1268. 
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Fig. 1 represents the first form, where the prism m^ 110 and 
the dome i, 108 are about equally developed, giving the crys- 
tals nearly a square outline. The second form of crystals, 



^^rl 



ax 



Fig. L 




Fig. a. 



Fig. 2, has nearly the same outline, due to the nearly equal 
development of the domes d^ Oil and e, 102. The base c, 001 
has been drawn in front in order to show, to better advantage, 
the sunilarity between the two forms. The crystals were 
generally well developed, but the faces were apt to be didl and 
somewhat rounded, so that in some cases only approximate 
measurements could be obtained. 

The similarity in the crystallization of ammonium triiodide 
and the alkali metal trihalides, described by Wells, Wheeler, 
and Penfield,* is very striking, and in the following table the 
corresponding angles of the alkali triiodides are given for 
comparison: 



•69° 36' 
•78** SO' 
48^ 26'-48° 46' 
60° 3' 
67° 16' 



HH«It. Kit. Bblf QUr 

... 70° 34' 68° 63' 68° 37' 
78° 38' 78° 
48° 19' 47° 51' 



110 A no, m A wi'" 

102aT02, er,^ 

100 A on, c A (« 48^ 26'-48° 46' 48° 47' 

102 A Oil, er,d 60° 3' 59° 24' 

103 A 103, % A i' 67° 16' 67° 30' 
c', axis, ... ... 1.1416 . . . 1.1234 1.1061 

a, axis, ... ... 0.6950 0.7066 0.6858 0.6824 

From the above the ammonium triiodide is shown to be 
isomorphous with the alkali metal trihalides, while the tri- 
halides of the anilides, as far as examined, show no similarity 

• Amer. Jour. Sd. [Ill], xliii, 17 and 478. 
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whatever with the above, the latter eiystallizing m either the 
monoclinic or the triclinic system. 

Hxperimenta with AcetanUide. 

The 2 : 1 and 1 : 1 hydrochlorides of acetanilide f separate 
from an ethyl-acetate or a chloroform solution as a granular 
precipitate, generally in the form of a mixture, when the solu- 
tions are treated with dry hydrogen chloride. The simple 
salts of the anilides were not obtained in crystals suitable for 
measurement. 

2%e lodhydroohloride, ( CtBiNHCOCH^^HClJ^— This salt, 
as weU as the other perhalides described in this paper, was 
prepared by dissolving the constituents (either the 2 : 1 or 
1 : 1 salts and the halogen) in hot glacial acetic acid, and then 
cooling. The crystals for measurement were generally obtained 
by slowly evaporating the solution in glacial acetic acid over 
potassium hydroxide in a desiccator. Better crystals were 
obtained in this manner than by slowly cooling in a felt box. 
The crystals in each case were washed free from acetic acid 
by means of chloroform, and after drying by pressing on paper, 
were analyzed. The analytical results have been obtained in 
the gravimetric way ; determination of mixed halogens have 
been made by igniting the silver salts in a current of chlorine 
in the usual manner. 

Acetanilide iodhydrochloride, prepared as above, separated 
in the form of dark-blue, shining needles ; crystals suitable for 
measurement were not obtained. This and the corresponding 
salt of parabromacetanilide are the least stable of the per- 
halides ; they soon lose iodine and turn white. 

Oaloalated for »/»»»• 

CwH,|N,0,.HCLI,. rooDA, 

I 45.3 46.9 

CI 6.3 6.6 

Thel : 1 Eydrohromide, CtEJJ^HCOCHt.HBr.—TYna was 
obtained as a colorless crystalline precipitate. It apparently 
contained a slight admixture of the 2 : 1 salt. 

• Loc. cit. 
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Br . . 



Oalonlated for 
GsH^NO.HBr. 

. 37.0 



Fooad. 

36.1 



The lodhydrobromide, (iCtEtNECOCJ^)tSBrJ„ prepared 
from the above salt, separated in dark-red prisms. 



I. 
Br 



Oalenlitod for 
OuBuNaOrHBr.!,. 

. 41.9 

. 13.2 



FoDnda 

41.2 
13.4 



The cry staUization of acetanilide iodhydrobromide is triclinic, 
and the following faces have been observed : 

e, 001 m, 110 p, ni 

b, 010 M, ITO X, 103 

The axial ratio derived from the angles marked by the 
asterisk in the table below was found to be: 

a:b:e = 0.5707 : 1 : 1.2005; a = 89° 2&, 
/5 = 132°20', y = 83°16'. 

The crystals were small, not over 1.5 mm. 
in length, and were generally doubly termi- 
nated. Fig. 8 represents the form of the 
crystals. 

The faces were smooth, and gave fair reflec- 
tions of the signal on the reflecting goniometer. 
In the table of angles the two extremes of 
three or more measurements are given. 




ng.«. 





Mewmd. 


Odenbtod 


e A »», 001 A 110 


•62° 6' 


... 


C A*, 001 A 010 


•83° 2' 


... 


A.P, OOIaTTI 


*66° 3' 


... 


e A ^,001 A 110 


60° 36'-60° 68' 


60° 47' 


f» A 6, 110 A 010 


74° 60'-74° 66' 


74° 66* 


m'Ai>, no A III 


61° 48'-61° 49' 


61° 61' 


b Am, OTO A ITO 


•68° 11' 


... 


m A If, 110 A no 


•46° 64' 


... 



The2:l ffydroiodide, iC^H^NHCOCHt)iEI. — This, and 
not the 1 : 1 salt, was obtained, both &om chloroform and 
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ethyl-acetate solutions of the anilide, on saturating with hy- 
drogen iodide. It is a noticeable fact that hydrogen iodide 
forms 2 : 1 salts more readily than the other haJogen acids« 

The lodhydroiodide, {CJI,NHOOOHz)tHI.li. — Tbia and 
the above hydroiodide were described in a previous paper. 
This perhalide has the greatest tendency to crystallize, some 
of the crystals being 8 mm. in diameter and 10 mm. in length. 
They crystallize in the triclinic system, and only three faces 
were observed which could be determined. These have been 
taken as the three pinacoids, Cj 001 ; i, 010 ; and a, 100. On 
a few crystals other faces were observed, but they could not 
be identified. 

The inclinations of the axes calculated from the angles of 
pinacoids, are as follows : 

a = 102*^ 66'; p = 104° 34'; y = 113^ 2^. 

a A ^ 100 A 010 61° 4V 

a A c, 100 A 001 67° 47' 

* A c, 010 A 001 68° 47' 

HxperimerUs with Parahromacetanilide. 

The 2:1 Hydrochloride, ( Cfi^. Br. NEC Cnt)tHCL — The 
formation of 1 : 1 salts in the case of parahromacetanilide was 
not observed. This compound was obtained as a colorless, 
crystalline precipitate. 



C„HMN,0,Br^HCL woaaA. 

CI 7.6 6.6 

The lodhydrochloride, (^C^^Br.NHCOCE^^^HaJt was 
obtained as dark-violet needles. 

Calculated for „„.... 

CmHi,N,0^,.H01.I,. ^^"^"^ 

I 35.3 35.3 

CI 4.9 5.2 

The 2:1 Hydrohromide, (Cf^HiBrNSCOOHt)tSBr, previ- 
ously described, gave : 
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2%« Iodhydrobr<mide, (C,EtBrNffOOCff,},SBr.I^ in the 
form of led prisms. 

Oklenlated for n—.^ 

OuHMl(,0|Br,HBr.Ir '«»»»• 

1 33.2 31.1 

Br 10.5 10.6 

7^ S:l Hydroiodide, {CtH^BrNHCOCHt^fil, was ob- 
tained as a colorless, crystalline precipitate. 



Caloiilatod lor 
0i«Hi«N,O,Br,.HI. 

. 22,8 



VomidL 

22.3 



Thelodhydroiodide,{O^H^BrimCOCn;)tEIJ^, 
prepared from the above, separated in dark-red, 
triclinic crystals. These attained a diameter of 
0,5 mm. The faces observed are the following : 

a, 100; m, 110; «, TOl ; n, Oil. 

The faces were smooth and bright and gave 
good reflections. From the angles marked by an 
asterisk in the table below, the following axial 
ratio was determined: 




Flg.4. 





a'.h'.c = 1.853 


1:3.015; ^8 = 


79» V- 






HcunmL 


Oalonlated. 


a 


An, TOO A Oil 


•93° 30' 


• . • 


m 


A n', 110 A on 


•142»40' 


• • • 


a 


A m, TOO A 110 


•61" 81' 


• • • 


a' 


AX, TOOaTOI 


34° 28' 


34° 24' 


i»"'Ad',TlOAOll 


30"* 28' 


30° 43' 


d 


A «, Oil A TOl 


82" 47' 


82°46i' 


m' 


A iB, TIO A TOl 


66»35' 


66°35J' 


m" 


Ad', no A Oil 


36" 44' 


36° 46' 



The lodhi/draiodide, CC.E^BrNffCOOE^)^EI.Ii, was ob- 
tained in the form of deep-red, monoclinic twins. Enough 
faces were not shown to permit of satisfactory crystallographic 
description. 

Oalonlated for «u««4 

1 69.68 59.75 
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Experiments with MethylmetanitroaeetanUide. 

The 1 : 1 Eydrohromide, C^H^0tNCntO0CH^.EBT.— 

This and not the 2 : 1 salt was obtained directly in the form 
of a colorless, crystalline precipitate. 

Oalonlatod for « - 

OAiNtOrHRr. «»ad. 

Br 29.0 28.3 

The Bramhffdrobromide, ( C^4N0^CH^O0Cfft)^Br.Br^. 
— The above 1 : 1 salt gave this perhalide in the form of small 
dark-yellow, well-developed, stout prisms. It slowly evolves 
bromine on exposure. 

Oalcolated for Found. 

OuHnN«0«HBr.Br|. I. IL 

Br .... 38.1 37.2 37.4 

The lodhydrolramidey iC^E^NOtNCH^COCHz\HBr.lA. — 
This was obtained as a black mass, which under the micro- 
scope appeared to consist of needles. The powder was dark 
bottle-green. 

CAloolated for «u«.^ 

CiAoNiOaHBr.!,. '•""~- 

Br 8.1 8.1 

1 61.9 62.8 

When hydrogen iodide was passed into an ethyl acetate 
solution of methylmetanitroacetanilide, the acid was reduced 
and no precipitate was formed. 

Experiments with FormanUide. 

The2:l Hydrochloride, (C^,NECHO)tH0l. — Whenhy- 
drochloric acid is passed into a solution of formanilide in dry 
benzene, the product obtained is generally a mixture of the 
2 : 1 and 1 : 1 salts. The 2 : 1 salt was obtained as a color- 
less, crystalline precipitate, which soon absorbed moisture 
and decomposed on exposure. 

Calculated tor «m.«^ 

Ci4Hi4N,0,.HCL VwoA. 

CI 12.7 12.8 

The2 :1 Eydroiodide, CCtBgNSCHO)^. — The salt, ob- 
tained apparently in the form of needles from a benzene solu- 
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tion, rapidly absorbs moisture from the air, becoming sticky 
and decomposing. For analysis it was rapidly pressed on 
paper and dried over sulphuric acid in a vacuum-desiccator. 
The analysis indicates that a slight decomposition was not 
avoided: 

Oalenlated for w^^a 



343 31.2 



The 1 :1 Hydroiodide, C^H^HCHO.my differs decidedly 
in appearance from the above 2 : 1 salt It separates from an 
ethyl-acetate solution in granular condition, and is more stable. 
An iodine determination gave 48.0 per cent of the halogen 
instead of the 51.0 per cent 

Attempts were made to prepare perhalides from the salts of 
formanilide, but when these were warmed in glacial acetic 
acid the anilide was saponified. Similar results were obtained 
with the salts of paraformtoluide, the salts of the f ormyl com- 
pounds being considerably less stable than those containing 
the acetyl group. 

Other ExperimentB. 

The 2 : 1 HydrocKloride, {C.H^NO^nOOCH;iJICi, was 
obtained from a chloroform-solution of metanitroacetanilide 
and hydrogen chloride. 

OAlenlated for «u,.»ji 

CwHj«N40,.HCL ^^"^ 

CI 8.9 8.7 

Under similar conditions methylacetanilide, dipenylbenz- 
amide, diethylbenzamide, and methylbenzanilide gave no pre- 
cipitate with either hydrogen chloride or bromide, ethyl 
acetate or chloroform being used as the solvent Benzamide 
was not precipitated from a chloroform solution by hydrogen 
chloride, although this amide gives salts with the halogen 
acids. From ethyl acetate hydrogen chloride and bromide 
precipitated the 1 : 1 salts of paraformtoluide, and from ben- 
zene, benzamide was precipitated as a 1 : 1 salt by hydrogen 
iodide. 

Nxw HATXir, Maj, 1807. 
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ON DIACTL ANILIDES.* 

By H. L. wheeler, T. E. SMITH, and C. H. WARBEN. 

It has frequently been observed that formanilide shows a 
departure from the other anilides in many of its properties, 
and it has been stated that this would seem to indicate that it 
is not an anilide or, in other words, that it does not contain 

the formyl group — C^^- 

In the diacyl anilides the formyl group exists as represented 
above, and it seemed of interest to compare crystallographi- 
caUy the formyl derivative in one of these series with those of 
its homologues. We have, therefore, prepared the following 
series of diacyl anilides, and find that some of these compounds 
are especially suitable for a crystallographic examination: 

CHO 

Formylhenzene^idphanUide^ CjHgN<gQ ^ -^ . 

COCH 
Acetylhemenemlphanilide^ Qfi^<^Q q ^ . 

Propiont/lbenzenesiUphanilidej CeH^N<gQ ^ ^ •. 

firButyri/lbemenesidphanilide, CeH,N<^§^^^^«^^». 

COC Hk 
Bemoylbenzenesulphanilidej G^K^'SK^q n gf • 

Benzoylbenzene^ulplnxrwiphthalidey p tt>^ COCeHg 
Bemoylbemenesviph-fi^naphthalide^ " ^ 80,C,H|* 

The results of the crystallographic examination of these 
compounds show that acetyl and propionylbenzenesulphanilide 
exhibit close crystallographic analogy, the compounds being 
monoclinic, hemimorphic, and pyroelectric, their crystal- 
lographic axes and the angle p being similar. 

* Amer. Chem. Jour., xix. No. 0. 
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On the other hand, formylbenzenesulphanilide, which is 
orthorhombic, shows no analogy whatever with these com- 
pounda It may be added that crystals of f ormanilide which 
we obtained show no analogy with those of acetanilide. 

Since a compound with the true formyl group may exhibit 
a departure in physical properties from those of the homo- 
logues it follows that a similar departure in physical proper- 
ties in the case of formanilide, formic acid,* etc., cannot be 

taken as evidence against the presence of the group — C^/^ 

in these compounds. 

Knight t has recently investigated the action of benzoyl 
chloride on benzenesulphanilide on the one hand, and of ben- 
zenesulphochloride on benzanilide on the other, with the ex- 
pectation of obtaining benzoylbenzenesulphanilide if benzanilide 
has the normal structure. As a matter of fact, the reactions 
did not proceed as expected, but in both cases dibenzamlide 
was formed. 

Believing this result to be due to the secondary action of 
hydrogen chloride, which is formed in both reactions, we have 
heated benzoylbenzenesulphanilide with dry hydrogen chlo- 
ride, and have found that benzoyl chloride was liberated, and 
also that the diacyl anilide, in the presence of benzoyl chloride, 
is readily converted into dibenzamlide. 

The explanation of the formation of dibenzamlide in the 
case of Knight's experiment is therefore as follows : Benzoyl- 
benzenesulphanilide is first formed in both cases, and a por- 
tion of this in the presence of the resulting hydrogen chloride 
forms benzoyl chloride, which converts the remaining benzoyl- 
benzenesulphanilide into dibenzamlide. This is the more 
probable, since Knight states that in both cases the same phe- 
nomena were observed. Moreover, it has been customary to 
prepare diacylsulphamides by heating the sulphamides with 
acyl chlorides. These results are, therefore, in favor of the 
nonnal structure for benzanilide. 

* Freer and Shennan, Amer. Chem. Jour., xviii, 626. 
t n>id, xiz» 162. 
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The diacyl anilides containiiig the benzenesulpho groups 
behave with alkali precisely like the other mixed diacyl ani- 
lides. In each case, so far as examined, the lower acyl g^up 
is first removed.* 

The authors take pleasure in acknowledging their great in- 
debtedness to Professor S. L. Penfield, under whose direction 
the following crystallographic results were obtained : 

Eccperimental Part. 

FormylbenzenesiUphanilidey C^H^Nc^q q ^. — This com- 
pound was prepared by acting on phenylf ormimidoethyl ester 
with benzenesulphochloride, as previously described.! The 
structure assigned to this substance follows from its method of 
preparation and its subsequent decomposition with alkalL 
The crystals for measurement were obtained from absolute 
alcohol in each case. Formylbenzenesulphamlide is ortho- 
rhombic, and the following forms were observed: 

a, 100 my 110 e, 201 

h, 010 rf, 101 1?, Ill 

The measurements are as follows, those marked with an 
asterisk being taken as fundamentals. 



MMMimd. 



^^^^ 



in ;o 



TK,\ 



a AO, 100 A 201 = 


•66" 63' 


• . • 


O A d, 100 A 101 = 


71"* 16* 


71" 17' 


i» A m, 110 A ITO = 


•67" 44' 


• . • 


d Ad, 101 A TOl = 


37" 26' 


37" 25* 


p Ad, 111 A 101 = 


23" 17' 


23" 18* 


p Aa, 111 A 100 = 


72" 51' 


72" eo* 


P AP, 111 A 111 = 


34" 14' 


34" ly 


b AP, 010 A 111 = 


66" 39* 


66" 42' 



Fig. 1. 



axes a:b:c=z 0.6711 : 1 : 1.0993. 



The crystals of formylbenzenesulphamlide present the habit 
shown in Fig. 1. They were small when compared with 

* Compare alfo Bemaen and Palmer, Amer. Chem. Jour.* Tiii, 24S. 
t Wheeler and Walden, Ibid., xiz, 13& 
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some of the other diacyl anilides, rarely exceeding 5 mm. in 
length. They have a tendency to grow in the direction of 
the i axis. On the majority of the crystals it was found that 
the full number of the e and d faces were not developed, thus 
giving the crystals a decidedly monoclinic aspect. 

QQQff 

AceUflbenzene9ulphanilide^ (^A^<SOCM' — '^^ *"^^ ^® 
following diacyl anilides were prepared by acting on the sodium 
salts of the sulphamlide in dry benzene with acid anhydrides. 
Their formation results more smoothly in this manner than 
when the sulphanilides are heated with acid chlorides. The 
structure assigned to these substances follows from their 
method of preparation, since Blacher* has shown that the 
sodium salt of benzamide gives with benzoic and acetic an- 
hydrides dibenzamide and acetbenzamide, and these diacyl- 
amides have both acyl groups attached to nitrogen, as proved 
conclusively by Wheeler and Walden.t 

Acetylbenzenesulphanilide separates from very dilute solu- 
tions in the form of large, rough, colorless, monoclinic plates, 
having a tendency to form clusters. From more concentrated 
solutions small, finely developed crystals, 1 to 2 mm. in length, 
grow, while from still more concentrated solutions the sub- 
stance comes down in long thin needles. When the material 
was crystallized from alcohol, it melted constantly at 116.5°. 
A nitrogen determination gave the following result: 

N 6.09 4.91 

The crystals are hemimorphic, as shown in Fig. 2. The 
forms observed are: 

a, 100 8, TOl p,Tll 

h, 010 rf. Oil 

c, 001 di, Oil 

The faces &, (?, and p were observed at that extremity of the 
h axis, where negative electricity developed, when the crystals, 

• Ber. d. chem. Oes., xzriii, 2356. t Loc dt 

VOL. n.— 9 
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which had been heated for some time, were cooled, while at 
the other extremity d alone occurred. 
The measurements obtained are as follows : 



a A c, 100 A 001 = ♦64° 56' 
dAd, Oil A Oil = *75° 59' 
A «, 001 A TOl = *63^ 66' 
u A ci, 001 A Oil = 6V 5^ 52° 0^' 

a A rf, 100 A 011= 75° 0' 74° 52' 

aAi>,T00ATll= 64° 52' 65° 2' 

PA^ 111 A 011= 40° 8' 40° 6' 

«a1>,T01aT11= 47° 44' 
1? Ad, 111 A 011= 84° 48' 84° 49' 

Axes = a : 6 : c = 1.225 : 1 : 1.4138. )3 = 100 a 001 a 64° 69'. 





Piff.t. 

COCH CH 
Propionylbemenemlphanilide^ ^•^b^<SOC ff '* — "^^ 

product of the action of propionic anhydrid on sodium ben- 
zenesulphanilide was crystallized from absolute alcohol when 
it melted constantly at 115°. 

Caloolated for v<»«;i 

N 4.8 4.7 

The crystals are hemimorphic, Fig. 8, representing the pre- 
vailing habit, while more complicated crystais, like Fig. 4, were 
only occasionally found. 

The forms observed are : 

a, 100 c, 001 di, 012 

b, 010 n, 3T0 X, 312 
fti, OTO d, 012 «!, 3T2 



b 



The faces xi and ni are developed at that extremity of the 
axis, where positive electricity occurs, when the crystals 
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which had been heated for some time were cooled. The face 
Xy when observed, was always smaller than Xx^ while 6 and d 
were about equal in size to (i and di. 
The measurements are as follows : 



Axes = a 



Vtammi. 


OftlcQlAted. 


aA.d, 100 A 012 = •69° 7' 


• ■ • 


dAd, 012 A 0T2 = •64° 46' 


. • . 


a/,x, 100 A 312 = •38° 6y 


, , , 


ttAC, 100a001= 66° 0' 


66° 2' 


bAX, 010 A 812= 68° 62' 


68° 62* 


a A ni, 100 A 3T0 = 19° 33' 


19° 31' 


e AX, 001 A 312 = 82° C 


82° 0' 


A ni, 001 A 310 = 66° 32' 


66° 33' 


* A ni, 010 A 3T0 = 70° 27' 


70° 29' 


d A a;,, 0T2 A 8T2 = 71° 64' 


71° 66' 


: i : c = 1.170 : 1 : 1.390. /8 = 


100 A 001 = 




^ :> 





Fig. 3. 



Pig. 4. 



From very dilute solutions, containing only a few grams of 
material, this compound grows in crystals enormously elon- 
gated in the direction of the a axis, some of the crystals at- 
taining a length of 75 mm. and a diameter of from 2 to 3 mm. 
On account of the fact that these crystals show entirely dif- 
ferent habits from those of the acetyl compounds, it was 
thought at first that no analogy in crystalline structure ex- 
isted between them. By adopting, however, appropriate in- 
dices for the faces, a close similarity in the axial ratios of 
these hemimorphic compounds may be observed as follows : 

Acetyl a:b:c= 1.225 : 1 : 1.4138 ^ = 64^ 56'. 
Propionyl a : 6 : c = 1.170 : 1 : 1.390 ^ = 66° 2^. 
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n-Batyrylbemenemlphmaide, C^^<^^^^^^^\—TbiB 

compound, prepared in the same manner as the acetyl and 
propionyl compounds, gave stout prisms when crystallized 
from alcohol, melting at 89^-90^. Satis&ctoiy measure- 
ments, for a ciystallographic desciiption, were not obtained. 
A nitrogen determination gave: 



Toond. 



Calculated for 
CmPitISKV. 

N 4.62 4^ 



COC H 
BemoylbenzeneiulpJumilide, C^HgN<C^Q ^ jy • — The crys- 
tals of this compound were small and well developed when 
grown from a dilute solution, not .being more than 2 mm. in 
length. From more concentrated solutions it comes down in 
long, thin needles. It was found that the crystals of this 
compound were monoclinic but showed no hemimorphic or 
pyroelectrio properties. When crystallized repeatedly from 
alcohol, they melt at 114^-115^, and a nitrogen determination 
gave the following results: 

N 4.15 4.29 

The forms observed are: 

^010 c,001 m,110 Z, 120 a, 101 
The measurements obtained are the following : 



HeMond. 

c A aj, 001 A 101 = ♦SO^ ly 
c A m, 001 A 110 = •ei^ 50' 
m A w, ITO A 110 = ^68° 56' 
hiaZ, 110 a 120= 19^26' 19^27' 
c A /, 001 A 120 = 70° 19' 70° 17' 
m A jc, 110 A lOT = 54° y 64° 5' 
I AX, 120a10T= 64° 34' 65° 0' 
Axes a:b:e: = 0.8373 : 1 : 1.175. /8= 100 a 001 = 65° 4'. 
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Fig. 5 lepiesents the preyailing habit of benzoylbenzene- 
sulphanilide. No close crystallographic relation was found 
between this compound and the preceding ones. 

A small quantity of the above compound was 
heated in a test-tube to 180^. Dry hydrogen 
chloride was passed in and benzoyl chloride was 
formed. When the diacyl anilide was heated 
with benzoyl chloride to 180*^ for ten hours, a 
reddish oil was obtained, which solidified on 
cooling. This was crystallized from alcohol, 
when a mass of colorless needles was obtained, 
melting from 160** -161**. A nitrogen determi- ^^'^ 

nation gave 4.98 per cent of nitrogen, while the 
calculated percentages for benzanilide and dibenzanilide are 
7.07 and 4.65, respectively. The material formed by this 
treatment was therefore dibenzanilide. 

Benzeneiulph-ornaphthalide, CioHjNffSOtO^Bg. — This was 
obtained by the Baumann-Schotten reaction in the usual 
manner. When crystallized from alcohol it separated in 
needles and melted at 168^-169^. A nitrogen determination 
gave: 

N 4.94 4.47 

COC H 
BenzoylbenzenerndphrOr-naphthalide^ (^io^7^< gg C B ' — ^^^^ 

crude material in this case was purified by boiling with abso- 
lute alcohol, washing with sodium hydrate, and then crystal- 
lizing from a mixture of benzene and Ugroin. It formed 
minute crystals, which melted constantly at 198^-194^, and 
which seemed to be pure. Nitrogen determinations in differ- 
ent samples, however, invariably came low. 

Oidenlated f or 



N . . . 3.61 2.78 3.06 2.72 2.90 

Benzenesulph-fi-naphthalidej CxaH^NnSO^C^H^ — THnB ma- 
terial crystallized poorly from dilute alcohol in small, oblong 
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plates or flattened prisms, which apparently melted constantl j 
at 97^ 

N 4.9 4.7 

COC H 
BenzoiflbenzenemlpJ^fi^naphthalidej CioHjN<C^q^ ^. — This 

consisted of minute, fine, white needles, melting at 161^- 
162.° 

Calcnlatod for va„^ 

N 3.6 3.4 

Formanilide, C^H^ECHO. — The crystals for examination 
in this case were prepared by spontaneous evaporation of a 
solution of the amlide in a mixture of low-boiling ligroln and 
ether. This gave monoclinic crystals about 6 or 7 nmi. in 
length, and the follovidng forms were observed : 

a, 100 (j,001 6,101 d;011 i?,112 

The measurements obtained were as follows : 

lleMiu«d. Calenlatod. 

c A 6, 001 A 101 = ♦26° 17' 
a A c, 100 A 001 = ♦86° 6' 
c A <^, 001 A Oil = 67° 20' 
a A 6, 100 A 101 = 68° 52^ 68° 4^ 

rfArf,01lA0lT= 46° 24' 46° 20' 

a A rf, 100 A 011= 87° 67' 88° 6' 

eArf, 101a011= 80° 8i' 80°10i' 
jt>Ai?, 112aT12= 83° 8' 88° 0' 

Axes = a : 6 : c = 2.188 : 1 : 2.403. ^ = 100 a 001 = 86° 6'. 

The crystals of formanilide were 

e V A X ^^^ ^® ixio^t part imperfect and gave 

poor reflections. Acetanilide has been 

^ ,j measured by Bucking, * and was 

\^^ «.-— ^ found to be orthorhombic, the axes 




««-«^ a : c = 0.848 : 2.067. 

Nsw Haybn, Maj, 1897. 

•JahPCBb., 1877. 679. 
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NOTE ON DOUBLE SALTS OF THE ANILIDES 
WITH CUPROUS CHLORIDE AND CUPROUS 
BROMIDE.* 

By WILLIAM J. COMSTOCK. 

In studying the behavior of certain ^^Schiff bases" toward 
cuprous chloride and cuprous bromide, it seemed to me de- 
sirable to find deriyatives of the cuprous halides which should 
be soluble in oiganic solvents and give up the halides easily. 
In looking for such derivatives, I found the acetanilide salts 
here described. As the anilides enter so few combinations in 
which the basic character of the nitrogen appears, it seems 
worth while to show that acetanilide is not an exceptional 
case. The formyl compounds give similar double salts with 
the greatest ease, but the formyl group splits off so easily 
under the condition necessary for tlieir formation, that accu- 
rate analytical results are difficult to obtain. For instance, 
when formanilide is added to a solution of cuprous bromide in 
a mixture of formic and hydrobromic acids, there is formed at 
once a salt crystallizing beautifully in well-developed, colorless, 
doubly terminated prisms. On standing for but a few minutes 
at ordinary temperature, a change into smaU plates with very 
noticeable pearly lusti'e, can be observed. These plates 
consist of tiie double salt of aniline with cuprous bromide, 
C^HaNHjHBrCuBr. The corresponding salt of formparatolu- 
ide was, however, obtained, and gave on analysis sufficiently 
accurate results. 

An interesting series of perhalides of the anilides has been 
carefully studied in this laboratory by Wheeler and Walden-f 
It will be seen that the salts here described, 

* Amer. Chem. Jour., zz, No. 1. 
t Ibid., zriii, 85. 
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(Anilide), + HBr + CuBr, and (anilide), + HBr + 2CuBr, 
correspond to two of the three types of perhalides obtained by 
the above-mentioned investigators. 

EocperimerUal. 

CCtH^NS.OOOBg^tEClOuOL—Aa advantageous solution 
for the preparation of this salt consists of a mixture of one 
volume of glacial acetic acid, one volume of strong hydro- 
chloric acid, and two volumes of water. The acetanilideand 
cuprous chloride are dissolved in the hot mixture in the pro- 
portion indicated in the above formula. On cooling, the so- 
lution solidifies to a mass of long, thin, white prisms. When 
freshly prepared and not quite dry, the salt dissolves easily in 
alcohol, crystallizing in beautiful, long prisms, when the hot 
concentrated solution is allowed to cool slowly. This com- 
plete solution in alcohol' is doubtiess due to the smaU quantity 
of hydrochloric acid which has not yet been removed, as the 
perfectiy dry salt always leaves a smaU residue of cuprous 
chloride when treated with alcohol. However, many grams 
of the dried substance will form a clear solution in alcohol to 
which a few drops of dilute hydrochloric acid are addded. 
Methyl alcohol and acetone can also be used for recrystalliz- 
ing it. Protracted boiling of the solution splits off the acetyl 
group. The compound has no sharp melting-point When 
heated slowly it darkens at about 140® ; complete fusion, ac- 
companied by violent decomposition, takes place near 170^. 
Freshly prepared it is entirely colorless, but it usually has a 
faint yellow color by the time it is dry, especially when pre- 
pared in quantity. When dry it is quite stable, and can be 
kept for months with no change of color, unless exposed to 
moist air. It does not lose hydrochloric acid in vacuo over 
potassium hydroxide, and when dry can be heated to 100*^ 
without loss of weight The following analytical results were 
obtained: 

Calonlfltod for Found, 

■bora oompodtlon. L n. 

Cu . . . 16.64 16.73 16.77 

CI . . . 17.61 17.50 17.47 
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{Ctff$NH00CHt)%SBr.OuBr. —This salt can be prepared 
from its constituents by using a mixture of one volume glacial 
acetic acid, one volume hydrobromic acid (sp. gr. 1.49), and 
two volumes of water. More advantageous, however, is the 
preparation in alcoholic solution. The anilide and bromide are 
used in theoretical proportion, the hydrobromic acid in slight 
excess. Sufficient alcohol is used to effect complete solution 
at the boiling-point, and the hot solution cooled slowly. The 
salt separates in long, colorless, doubly-terminated prisms. 
Similarly to the cuprous chloride salt, it dissolves completely 
in alcohol, methyl alcohol, and acetone, if a drop of hydrobro- 
mic acid is added. While drying, the crystals show tempo- 
rarily on the surface that purple color so characteristic of 
copper compounds in presence of strong hydrobromic acid ; 
but when dry they have at most a light grayish color. The 
dried salt is fully as stable as the corresponding chloride. On 
heating, it begins to darken at about 170°, and melts with 
decomposition from 185** to 196°, according to the rapidity of 
heating. Analysis gave the following results : 







TooBd. 

I. n. 


Cu . 


. . 12.82 


13.29 ia20 


Br . 


. . 32.36 


32.39 32.41 



f f^B4<2^jgQQ Qjj \%HBtCuBt. — Parabromacetanilide gives 

witii cuprous bromide a double salt of the above composition. 
The compoimd separates in long, colorless prisms, on cooling a 
hot solution of the constituents dissolved in a mixture of two 
volumes of alcohol and one volume of hydrobromic acid (sp. 
gr. 1.49). The substance thus prepared and dried in vacuo 
over sulphuric acid and potassium hydroxide, was used for a 
copper estimation, which gave 9.79 per cent copper. For the 
above composition the theory requires 9.72 per cent copper 

Formparatoluide and Cupr(>u% Bromide. 

[c^H^K^fjjjQJtHBrJiCuBr. — This salt must be pre- 
pared in the cold and dried quickly. 8 g. of formparatoluide 
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dissolved in 12 c. c. of fonnic acid (sp. gr. 1.20) weie added 
to a solution of 8 g. of cuprous bromide dissolved in 24 c. c. 
dilute hydiobromic (one volume HBr, sp. gr. 1.49, to one 
volume water). The salt separated at once in colorless, flat 
prisms. It was dried on a porous plate, then in vacuo over 
sulphuric acid and potassium hydroxide. It gave the fol- 
lowing results on uialysis: 





VNCouBea. 


L 


n. 


Cu . 


. . 19.88 


19.67 


19.68 


Br . 


. . 37.63 


37.47 


• • • 
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ON ACYL IMIDO-ESTERS.* 

SECOND PAPEB. 
Bt H. L, WHEELEB, P. T. WALDEN, axd H. F. METCALF. 

In a preyious paper, by two of us, it was shown that the 
imidomethyl and ethyl benzoates give acyl derivatives with 
acetyl and benzoyl chloride, the reaction taking place as 
follows : 

2C.H.C^^g^ + CICOCH. = 

Two molecnles of the imido-ester react with one molecule of 
acyl chloride, giving one molecule of acyl imido-ester and one 
molecule of the imido-ester hydrochloride. 

We now find that the acyl imido-esters may also be prepared 
from the silver salts of diacyl amides. Silver dibenzamide 
gave, with ethyl iodide, a product identical in every respect 
with that obtained from benzimidoethyl ester and benzoyl 

chloride ; i. e., C«HeCr^Q^ „ * *. The product had entirely 

difi^erent properties from those of the isomeric nitrogen ethyl 
compound, CeH»CON(CaHs)COCftHf, which was prepared 
from ethylbenzamide. The reaction, therefore, takes place as 
follows: 

The behavior of the silver ssdts of diacyl amides towards 
• Amer. Cbem. Jour., zz. No 1, Janoaiy, 189S. 
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ethyl iodide is thus shown to be perfectly analogous to that 
of the silver salts of monoacylamides * and anilides. f 

The acyl imido-esters are very leactiye substances, and it 
was with difficulty that some were obtained in a state of ap- 
proximate purity. They react with water, immediately in the 
presence of acids, in either of two ways ; t. 6., alcohol is sep- 
arated, and a diacylamide results, or a monoacylamide and an 
ester are formed. These decompositions may be represented 
as follows: 






As fer as observed, the acetyl, propionyl, butyryl, carb- 
ethoxyl, and benzoylbenzimido esters behave in the above 
manner, while benzoylphenylacetimidoethyl ester and those 
imido-esters containing the acyl group, — COCO.OCsHs, do 
not give diacyl amides, but readily decompose as follows: 

: V ^ COCf Hf I 

.NCOCeH, /L ^ 

C^H,CH,cf + H,0 = C.H,CH,C— OiH 

^OCA \ • 

OC,H, 

These reactions show conclusively that the diacyl amides 
have both acyl groups attached to nitrogen. 

To what extent the acyl imido-esters decompose according 
to the first representation, otherwise than indicated above, 
remains to be investigated. At present this decomposition 
suggests an easy method for the preparation of certain diacyl 
amides, it being only necessary to treat the reaction-product 
of an acyl chloride and an imido-ester, with hydrochloric 
acid, when the diacyl amide immediately separates pure and 
in crystalline form. 

The instability of the acyl imido-esters in the presence of 
moisture, acids, etc., recalls the similar behavior of the oxy- 

• Tafel and Enoch, Ber. d. chem. Gei., xxiii» lOi. 
t Comstock and Kleeberg, n>id., xii, 408. 
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gen ethers of succinimide,* which readily separate alcohol 
and revert to succinimide. The grouping ^^\qq^ ^- 

comes less stable in the presence of moisture as the negative 
character of the groups R and R' are increased. 

When benzoylbenzimidoethyl ester is heated with benzoyl 
chloride, it reacts slowly and tribenzamide results: 

C ACf^ + C1C0C.H, = C.H.C-ici ^i 



This reaction is analogous to the action of acyl chlorides 
on the isoanilides,t in which case diacylanilides were formed. 
It therefore indicates that in the triacylamides all three acyl 
groups are attached to nitrogen. An attempt was made to 
determine the structure of the triacylamides and to prove the 
equivalence of the three bounds of nitrogen, in respect to acyl 
groups, by allowing benzoyl chloride to react on acetylbenz- 
imidoethyl ester, on the one hand, and acetyl chloride on 
benzoylbenzimidopropyl ester on the other. Tribenzamide, 
however, was formed in the first case while, in the second, 
nothing but decomposition-products were observed. 

When the acyl imido-esters are treated with ammonia or 
bases, acylamidines are formed: 

"K^ COCjHg 
.NCOCeH, /^<H 

CJIJGX, + H^R = C.H,C-OC,H. 

OC,H, ^NHR 

The structure of these cannot be determined by their 
method of formation since the above hypothetical addition- 
product can give up alcohol in two ways, giving either 

-NCOC.H, NHCOCA 

C.H4CX or CeHsC^ 

^NHR ^NR 

* Comttock and Wheeler, Amer. Chem. Jour., xiii, 519. 
t Wheeler and Walden, Ibid.,xiz, 129. 
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The acylamidines will be described in a later paper. 
When benzoylbenzinudioethyl ester was heated in a stream 
of dry ammonia, the following decomposition was observed : 



.NiCOCeH, I 
CeH^Cf i I = C.H,CN + CHjCONH, + C^BJOR. 

^iOC,H, + NH,j 

The violence with which acyl chlorides, but especially acetyl 
chloride, react with the imido-esters, isoanilides, or compounds 

containing the arrangement RC\^x>//t '^ which the radical 

B ' is not a negative (acyl) group, suggests that it would be of 
interest to compare the behavior of some rings supposed to 
contain this grouping. At present we have tried the trimethyl 
ester of normal cyanuric acid. This, if constituted as de- 
scribed in the text-books, formula (A), contains three of the 
above groups and should react, giving the triacetyltricarboni- 
mide of Ponomarew.* 

(A). (B). 

N N 

/ ^ /l\ 

CHaO-C C-OCH, CH,OCv .COCHt 

The trimethyl ester was prepared by the directions of Hof- 
mann \ from cyanuric chloride and sodium methylate. It was 
then found that this ester can be crystallized imaltered from 
acetyl chloride, and no action at the boiling-point of acetyl 
chloride was observed. It seems, therefore, improbable that 
there are three double imions in the normal cyanuric esters, 
or, which is practically the same, that they contain para 
bonds. The inertness of this ester, however, might be ex- 
plained by the centric formula (B), or it may be due to the 
ring formation. It is our intention to continue this work on 

« Ber. d. chem. Ges., xviii, 8276. t Ibid., xix, 2063. 



Digitized by VjOOQ IC 



ON ACYL IMIDO-ESTERS. 148 

the action of acyl chlorides on ring-formed compounds which, 
theoretically, may be considered as derived from the group- 

Experimental Part. 

Benzimidomethyl Ester j CjJ7fC\ ^^^. — For the prepara- 
tion of acyl imido-estersy freshly prepared and distilled imido- 
esters were used. The imido-ester hydrochlorides were pre- 
pared by Pinner's well-known method, and the free esters 
according to Bushong's directions.* 

This compound boiled at 96° under a pressure of 13 mm. 
Bushong found it to boil at 96° at 10 mm. In a previous 
paper f it was stated that benzimidomethyl ester deposits benz- 
amide on standing. This is not the case when the ester is 
prepared from benzonitrile by the method of Pinner, and then 
distilled. The pure ester may be kept for months without 
any apparent change. A specimen exposed in a test-tube 
plugged with cotton, after standing a year, deposited a few 
crystals. These melted at 230°, and were, therefore, cyan- 
phenine. 

The Picrate, C^HtC\QQ^.C.H^{NO;)tOH. — Aji alcoholic 

solution of picric acid added to benzimidomethyl ester in 
ether gives a heavy, lemon-yellow, crystalline precipitate. 
This melts at 163°, and from alcohol or water it forms stout 
prisms. A nitrogen determination gave: 

Oaknlated for t-^,.^, 

CuH^.O^ '<'««>^ 

N 16.38 16.06 

Bemoyllenzimidomethyl Ester^ ^•^*^\nr?J7 * ** — ^^^^ 

benzoyl chloride is mixed with benzimidomethyl ester in 
ethereal solution, in the proportion of one molecule of the 
former to two of the latter, the reaction is practically complete 

^ Amer. Chem. Jour., xTiii, 490. t Ibid., zrii, 308. 
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in twenty-four hours. It was found advisable to treat the re- 
action-product here, as in most of the other cases, as follows : 
On filtering from the imido-ester hydrochloride, the ether 
solution was shaken with dilute alkali, dried over solid potas- 
sium hydrate, then calcium chloride, and finally, on evaporating 
off the ether, the products were usually obtained as oils. This 
compound, unlike the corresponding ethyl and isobutyl de- 
rivatives, refused to solidify without decomposition. It was 
found to boil from 210° to 212° at 12 mm. pressure. A nitro- 
gen deteimination in the colorless oil thus obtained gave : 



Vound* 



OalenUtedfor 

N 6.8 6.6 



When benzoylbenzimidomethyl ester is treated with a drop 
of hydrochloric acid in alcoholic solution, dibenzamide sepa- 
rates. Dibenzamide is also deposited when the material is 
allowed to stand. 

/yNCO C £r 
Carhethoxylbenzimidomethyl Ester^ C^H^C\^^^^ * *. — 

Benzimidomethyl ester and chlorcarbonic ethyl ester were 
boiled in ethereal solution for a number of hours. On cool- 
ing the ethereal solution, plates separated. These melted at 
about 126° and on crystallizing from water melted at 128°. 
This material proved to be benzamide. The ether was evap- 
orated, and a mixture of oil and ciy stals of benzamide obtained ; 
on distilling this at 14 mm. it was found to boil from 148° to 
156°. This fraction was treated with a mixture of equal 
volumes of ether and ligroln, filtered from precipitated benza- 
mide, and then, after evaporating the solvent, a colorless oil 
was obtained which boiled at 155^ at 14 mm. pressure. A 
nitrogen determination gave the following result: 

Oalenlated for »«.«ji 

N .6.7 6.9 

BemoylurethaneyOtB^ CONHCO^O^H^.—K few drops of the 
above material were treated with cold dilute hydrochloric acid. 
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the mass then solidified, and, on washing with water, it melted 
from 110® to 111®. This soliddissolved readily in dilute sodium 
hydroxide, and was precipitated unaltered by dilute hydro- 
chloric acid. It had all the properties of benzoylurethane, 
as described by Pechmann.* 

Mhyloxalfflbenziinidomethyl ^sterj O^H^(J\ ^^„ * * *.— 

7.7 g. of ethyl chloroxalate were slowly dropped into 16.4 g. 
of benzimidomethyl ester, largely diluted with dry ether. 
The reaction is violent and is complete when the ester is 
all added. On filtering and evaporating the ether a clear 
colorless oil was obtained. This was distilled at 28 mm. 
pressure. Below 206® a few drops collected, the latter por- 
tion of which solidified in flattened prisms, which melted at 
114*'-116® and proved to be oxamethane. From 206® to 207** 
a thick syrup distilled over, which constituted almost the en- 
tire portion. It was redistilled at 14 mm., when it boiled at 
192^. The latter portion of this distillate gave on analysis : 

Oaloulatod for «m,«^ 

N 6.95 6.21 

When ethyloxalylbenzimidomethyl ester is exposed to the 
air for some time, or when boiled with water, the odor of 
benzoic ester is noticed and oxamethane results. The forma- 
tion of benzoyloxamethane was not observed in this case, the 
decomposition taking place according to the second method 
mentioned in the introduction. Concentrated aqueous am- 
monia immediately decomposes this acyl imido-ester into 
oxamide and methyl benzoate. It soon solidifies when mixed 
with aniline. 

Beimmidoethyl lister^ O^ffg ^\nOJI' — '^^^ ^^^^^ prepared 
by the method of Pinner. It was observed to distil at 101®- 
102® at 16 mm. pressure. Bushongf gives its boiling-point 
as 106^-109® at 16 mm. 

• Ber. d. chem. Qe»., xzyiii, 2883. t Loc. cit 

VOL. IL — 10 
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yNHJSgCl 
Beiizimidoethylester Mercuric CMoride^ C^H^C—Cl . — 

Not only do the imido-esters give well-ciystaUized addition- 
products with picric acid, but also in some cases with mercuric 
chloride. The above was prepared by adding benzimidoethyl 
ester to an alcoholic solution of mercuric chloride. The addi- 
tion-product then separates in a mass of colqrless needles. 
It was recrystallized from ether, and a chlorine determination 
gave the following result : 

Calcolatod for v^..^^ 

CAiNOHgCl,. '<>"°^ 

CI 16.9 16.9 

Acetylbenzimidoethyl Enter ^ C« JT* (7\ r\ri it *• — T^ com- 
pound we described in a previous paper. We have now pre- 
pared it in larger quantities, and find its boiling-point to be 
156° at 17 mm. instead of 151°. 

When acetylbenzimidoethyl ester is mixed with benzoyl 
chloride, and the mixture kept at a temperature of 100**-120** 
for a number of hours, a mass of needles separates. This 
proved to be tribenzamide. 

Propianylhemimidoeihyl Enter, C^H^C\^^ „* *. — The 

mixture in this case was allowed to stand for twenty-four 
hours, and then treated as in the case of benzoylbenzimido- 
methyl ester. The product was an oil which, on fractioning, 
boiled between 161° and 162° at 17 mm. pressure. A nitro- 
gen determination gave : 

OalonUited for v^«4 

N 6.83 7.08 

Fropiontflbenzamide, CE^GE^CO.NHOO C^H^. — When the 
ethereal solution of propionylbenzimidoethyl ester is shaken 
with a few drops of concentrated hydrochloric acid, and the 
ether evaporated, this diacyl amide separates in the form of 
needles or prisms. Crystallized from alcohol, it melts at 98^. 
A nitrogen determination gave : 
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OaloulAted for vu.,^ 

N 7.91 8.08 

Normal Butyrylbendmidoeihyl Enter ^ C^ff^C^ ^^ „ . — 

Normal butyryl chloride produces an immediate precipitate 
when added to benzimidoethyl ester dissolved in ettier. The 
mixture was allowed to stand twenty-four hours, and then 
treated as in the case of benzoylbenzimidomethyl ester. The 
product was an oil which, on fractioning, boiled at 167° at 
16 mm. pressure. A nitrogen determination gave: 



Pomd. 



OaloiilAted f or 

N 6.39 6.64 



N(yrmal Butyrylhenzamide, OtH, OO.NS. 00 O^E^. — On 
shaking the ethereal solution of the above acyl imido-ester 
with concentrated hydrochloric acid, this compoimd separates 
in the form of beautiful colorless prisms. These, after three 
crystallkations from alcohol, melted constantly at 104° -105°. 
A nitrogen determination gave : 

CalenUted for v<«««^ 

N 7.33 7.96 

//NGO H 
Benzoylbenzimidoethyl Ester ^ O^Hfi\ qq w^ *• — This acyl 

imido-ester is the easiest to obtain in the solid condition, 
and therefore probably purer than the corresponding benzoyl- 
benzimidomethyl and propyl esters, which were obtained only 
in the form of oil& In addition to the method already given, 
this compound was prepared from silver dibenzamide, as 
follows : 12 g. of the silver salt, dried at 100°, were sus- 
pended in ether and boiled with an excess of ethyl iodide. 
After several hours the ether, on evaporation, gave an oil, 
which soon solidified, giving the characteristic lozenge-shaped 
crystals melting at 65°. Sulphuric acid converted the ma- 
terial into dibenzamide. 
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Trihemamide^ {C^E^CO)^. — 4 g. of the above compound 
were heated with 2.2 g. of benzoyl chloride. Little or no 
reaction took place below 100°, and even at 180°-160** the evo- 
lution of gas (ethyl chloride) was slow. After several hours 
crystals were obtained. These, when crystallized from alcohol, 
melted at about 202°, and were, therefore, tribenzamide. A 
nitrogen determination gave: 

Oalovlatod for «..»;• 

N 4.26 4.39 

Mhyldibemamide^ (^C^HiCO^^NC^H^. — For the prepara- 
tion of this compound, which is isomeric with benzoylbenz- 
imidoethyl ester, we wish to express our thanks to Mr. T. E. 
Smith. He prepared this amide as follows: Ethylbenzamide 
was prepared by the Baumann-Schotten method. The sodium 
ssdt of this, suspended in toluene with benzoic anhydride, gave 
ethyldibenzamide. The product thus obtained crystallized 
from alcohol in colorless prisms, melting at 101°-102°. A 
nitrogen determination gave: 

CmH„NO^ '**™^ 

N 4.9 6.2 

Eihyloxalylbensdmidoethyl Ester j ^%^fi\Qn ^ ' * *. — 

Ethyl chloroxalate reacts violently when mixed with benz- 
imidoethyl ester dissolved in ether. The product is an oil 
which, on fractioning, boils from 190° to 195° at 11 mm. pres- 
sure. The crude material generally contains oxamethane, 
which distils over in the first portions. An analysis of the 
above fraction gave the following result: 



Found. 



Oaloalated f or 

CttHuSro«. 
N 6.8 6.0 



This material readily decomposes into oxamethane and 
ethyl benzoate. The formation of benzoyloxamethane was 
not observed. 
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Benzimtdo(normal)propyl Mtery ^fPfiC qqj£ q^ q^* — 

Pinner does not mention this imido-ester in his work " Die 
Imidoather und ihie Derivate." We obtained it as a color- 
less, pleasant«melling oil, which boiled unaltered at 115.5^ at 
12 mm. pressure, and at 282° at 765 mm. pressure. 

Calculated for «Am.<i 

N 8.59 8.69 

Tht hydrochloride melts at 125"^, giving off ethyl chloride 
and forming benzamide. 



OalcmUtod for 
CioHi^CHOL 



Found. 



CI 17.79 17.77 

The picratey obtained in the same manner as the correspond- 
ing methyl ester derivatiye, forms lemon-yellow prisms, which 
melt with charring at 261°, or 98° higher than the picrate of 
benzimidomethyl ester. 

Acetplbemimido{normal)propyl Ester ^ C^Hfi ^ ^^„ ^ * ^^ . 

— When acetyl chloride is added to the imido-ester in ether, 
the separation of hydrochloride begins at once. The mixture 
was allowed to stand twelve hours, the ether solution was shaken 
with dilute sodium hydrate, and, on drying and evaporating, 
an oil was obtained. This was distilled at 12 mm. pressure, 
and the fraction boiling from 158° to 160° was redistilled, 
when the main portion boiled at 158'' at 18 mm. pressure. A 
nitrogen determination gave : 

Oalonlated for -^^.,. 

N 6.83 6.79 

When this acyl imido-ester is exposed to the air or treated 
with acids, it deposits acetbenzamide. 
Bemoylbemimido(nonnar)propt/l Ester j 

— This compound was obtained in the form of an oil which 
was distilled at 17 mm. pressure ; the portion boiling from 
281° to 232.5° was analyzed with the following result: 
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OaloiilAted f or 



Found. 



N 5^ 6^0 

When treated with dilute hydrochloric acid, it gave dibenz- 
amide. 

Benzimidoisobutyl Hgter^ C^^C^^^ „. — Pinner found 

that when this imido-ester is liberated from the hydrochloric 
acid salt, by means of ammonia, and then a distillation is at- 
tempted, it is largely decomposed. We have found that if it 
is liberated by means of a ten per cent solution of ice-cold 
sodium hydroxide, and then distilled under diminished pres- 
sure, it can afterward be distilled at ordinary pressures with- 
out the slightest decomposition. It was observed to boil at 
9 mm. pressure at 117.5° to 120°, and at ordinary pressure 
from 248° to 250°. It gives an oily precipitate with alcoholic 
mercuric chloride, which finally solidifies. 

Bemoylhemimidoisohutyl Ester y ^^$^6^ qo ff — '^^ 

product in this case was an oil which, when distilled at 15 mm. 
pressure, boiled from 228° to 235°. The distillate easily solid- 
ified and, on crystallizing from ligroln, it melted constantly at 
54.5°. 

C«l<nal«ted f or «.«»^ 

N 4.9 4.9 

Phenylacetimidomethyl Ester, CtEsCffiCf ^^„» — The 

hydrochloride of this imido-ester was prepared by Pinner. He 
does not mention the free base. When prepared as stated in 
the case of benzimidoisobutyl ester, it gave a pleasant-smelling 
oil, which distilled at 114.5°-115° at 20 mm. pressure. 

Phenylacetimidoethyl Ester, CtH^CH^cC r\n it* — It was 

found that this ester could be distilled under diminished pres- 
sure. It boiled at 116° at 15 mm. pressure. On attempting 
then to distil it at ordinary pressure it decomposed into alcohol 
and the nitrile. 
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y>NGO C H 
Benzoylphenylaeetimidoeihyl Ester^ C^H^CH^C^ ^^ rr * *• 

— This was obtained as an oil which did not soKdify without 
decomposition. It boils from 215^ to 216^ at 18 mm. pressure. 

Calonlftted for v,....^ 

N ....... 6.2 5.9 

In one attempt to prepare the above, a mass of plates sepa- 
rated on evaporating the ether solution. These melted at 
128^ and contained 11.31 per cent nitrogen; calculated for 
benzamide, 11.56. The compound, therefore, readily decom- 
poses into benzamide and phenyl ethyl acetate. The above 
analyzed material evidently contained some benzamide, which 
explains the high result for nitrogen. 

New KkYEn, November, 1897. 
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ON SOME BROMINE DERIVATIVES OF 
2,8-DIMETHYLBUTANE.» 

By H. L. WHEELEB. 

Thbobetioally by the action of one molecule of bromine 
on tetramethylethylene bromide or 2,8-dibrom-2,8-dimethyl- 
butane, 2,8,K>-tribrom-2,8-dimethylbutane should result as 
follows : 

CH, J^^^ CHa J^^ 

)C(Br)-CBr -► ^C(Br)-CBr . 

CH, jjjj^. CHjBr Q^^ 

It is immaterial which hydrogen is substituted, as only one 
tribromide would result. • Such a compound would be inter- 
esting on account of the possibility of converting it into the 
nitrile of camphoronic acid and this into the acid: 

CH, ^^* CH, ^^^» 

)C(CN)-C-CN -► . )C(CO,H)-C-CO,H. 
CHjCN \^ CH,CO,H ^^^^ 

2,8-Dibrom-2,8-dimethylbutane is now readily prepared from 
pinacone by the methods of Baeyer f and Thiele. X 

However, the action of one molecule of bromine on this 
compound, which is attacked with exceptional ease, does not 
give a tribromine compound, but, instead, a tetra derivative 
results and a corresponding amount of the material remains 
unaltered. 

Linnemann § states that when isobutyl bromide is acted on 
by bromine, no trace of a dibromide is obtained, but a tii- 



* Amer. Chem. Jour., xx. No. 2. t Ber. d. chem. Ges., zxyi, \ 

X Ibid., juLvu, 466. § Ann. Chem. (Liebig), cbdi, 31 
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bromide results exclosiyely. Linnemaiin's experiments were 
conducted at 150''. The author has found that, when this 
compound is brominated in the presence of iron, the reaction 
takes place readily on the steam-bath, and a dibromide results, 
although the yield is poor and the reaction is by no means as 
smooth as with ethyl and propyl bromides. This dibromide 
is apparently l,2-dibrom-2-methylpropane. This result sug- 
gested the possibility of obtaining the tribromhexane by the 
use of iron. 2,8-Dibrom-2,8-dimethylbutane was therefore 
brominated with iron in carbon tetrachloride, but it was found 
that a tetrabromide results in this case also. 

The product obtained without the use of iron melted con- 
stantly at 128° when crystallized from alcohol or ether. When, 
on the other hand, iron was present, a product melting at 139° 
was obtained. It was found later, by using carbon tetrachlo- 
ride as a solvent, that the material melting at 123° was impure, 
and that it contained material melting at 139^-140°, and also 
a compound melting much higher. It was also found that a 
mixture of 2,3-dibrom-2,3-dimethylbutane melting at 192°, 
and the tetrabromide melting at 139° melts at about 123°. It 
is certain that the same tetrabromide results in both of the 
above cases. The products had apparently the same solubility, 
and the crystals were identical in appearance. 

Bouchardat* obtained a tetrabromine derivative from iod- 
hexylene by the action of bromine. This iodhexylene was 
prepared from pinacone hydrate and hydrogen iodide. He 
assigns the melting-point 142° to this compound. 

It is probable that Bouchardat's product, melting at 142°, 
and that of the author, melting at 139°, are identical, especially 
since in both cases the same compound would be expected. 

Mariuza f prepared a tetrabromhexane from di-isopropenyl, 
(2,8-dimethyl-l,8-butadign) and bromine. This, BeilsteinJ 
states, melts at 131°, and Couturier § confirms the preparation 
of a crystalline tetrabromide from this compound, but does not 
state its melting-point. 

* Compt rend., Ixxiv, 810. t Jour. Russ. Chem. Soc., zxi, 486. 

I The original article is inaccessible to me. 
f Bull Soc. Chim. (Paris), [3], iv, 80. 
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By the action of alcoholic potassium hydroxide on 2,8- 
dibrom-2,8-dimethylbutane the author has obtained an oil 
(2,8-dimethyl-l,3-butadien), which on adding bromine gave 
a tetrabromide. This, on crystallizing from alcohol and ether, 
did not melt at 181^ bat at 139°. From the method of prepa- 
ration it is concluded that this is identical with Mariuza's 
compound. It is identical in every respect with the product 
obtained by brominating 2,3-dibrom-2,3-dimethylbutane. 
Therefore this compound, the only tetrabromide of 2,3- 
dimethylbutane known at present, is 2,3,KSK^tetrabrom- 
2,8-dimethylbutane, and its structure is as follows : 

CHa /^^» 

^CBr-CBr (M. P. 139°). 

CH,Br \|H,Br. 

Hxperimental Part, 

e^Dibrom^^^imethyBmtane, ( Gffg), OBr- CBr(^ CS;)«. — 
This was prepared by the method of Baeyer by saturating a 
glacial acetic acid solution of pinacone with hydrogen bromide, 
or by adding pinacone to hydrogen bromide solution saturated at 
0° according to Thiele's directions. In both cases the product, 
on crystallizing from alcohol, melted at 192°, or thereabouts. 
There being some discrepancy in the statements regarding the 
melting-point of this compound, a bromine determination was 
made with the result given below. Pawlow * states that the 
compound melts at a temperature higher than 140°, Beilstein 
credits Eltekow f with the statement of 140° as its melting- 
point, and Kaschirsky J 169°-170°, while Baeyer and Thiele 
do not mention its melting-point. Couturier § states that it 
melts at 171° in a closed tube, and Kondakow || says that on 
keeping, the melting-point is reduced to 140°. This shows the 
influence that a slight impurity has on the melting-point of 
the substance. 

« Ann. Chem. (Liebig), cxcvi, 124. t Jour. Ruse. Chem. Soc, z, 220. 
X Ibid., zui, 84. § Ann. Chem. et Phye. [6], zzyi, 433.. 

ii J. prakt. Chem., liy, 431. 
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A bromine determination in a product prepared by Thiele's 
method, which melted at about 192"*, gave the following : 



Found. 



Caloolated for 

Br 65.6 65.4 



2,3-Dibrom-2,3-dimethylbutane, on being mixed with one 
molecular proportion of bromine, evolves a slow but steady 
stream of hydrogen bromide. After a number of hours, when 
the bromine practically disappears, the material washed with 
alcohol and crystallized from ether and alcohol — which re- 
moves some compound which attacks the eyes — melts then at 
123^. A bromine determination gave : 



Found. 



Oalonlfttodfor 
C,HjoBr^ 

Br 79.6 79.1 



From ether, on spontaneous evaporation, beautiful minute 
prisms separated. These seemed to leave little doubt of the 
purity of the substance, but, on crystallizing from carbon tet- 
rachloride the melting-point finally rose, and there was ob- 
tained a small amount of a substance crystallizing in needles 
and melting — not sharply — at 162° (Unaltered material?). 
From, the mother-liquor, on standing, needles and granular, 
stout prisms separated. The latter melted at 189°-140°. 

Owing to the diflSculty of purifying the material obtained 
in the above manner, attention was directed to the bromina- 
tion in the presence of iron. This proceeds in a smoother 
manner and more rapidly. 

%Z^K^yK^'Tetrahr(yn^2^^^imethylhutane. — This was ob- 
tained when 25 g. of 2,3-dibrom-2,S-dimethylbutane (1 mole- 
cule), 0.6 g. iron wire and 18 g. of bromine (1 molecule 
4- 1.4 g. Br for FeBr,) were mixed in carbon tetrachloride. 
The mixture on warming begins to evolve hydrogen bromide, 
and then further wanning is unnecessary. In a short time 
all the bromine disappears, and this compound separates in 
granular crystals melting at 139° (analysis I). 

— An attempt was made to prepare 3-brom-2,3-dimethyl-l- 
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butene, (CHt),CBrC^p *, by the action of one molecule of 

alcoholic potassium hydiate on the dibromide. The mixture 
WBS boiled until it was no longer alkaline. It was then cooled, 
when unaltered dibromide separated, melting at 192''. The 
alcohol was distilled off and water was added to the distillate. 
This gave an oil which was dried over calcium chloride and 
distilled. The first and larger fraction boiled from 66° to 80°, 
and contained only a small amount of bromine, the remainder 
from 80° to 160°. When bromine was added to these frac- 
tions, in glacial acetic acid, an immediate precipitate of the 
tetiabromide meltii% at 189° was obtained. It was obtained 
in larger amount from the lower-boiling fraction. From the 
fact that the potassium hydroxide was neutralized in the 
above boiling, and that considerable unaltered material re- 
mained, it is concluded that this fretction is chiefly 2,3- 
dimethyM,3-butadi^n, and that alcoholic potassium hydrate 
extracts 2 molecules of hydrogen bromide from 2,3-dibrom- 
2,8-dimethylbutane. This is confirmed by the fact that a 
tetra- and not a tribromide is obtained with bromine. A bro- 
mine determination in the case of the material melting at 189°, 
thus obtained, gave the following result (analysis II) : 





FOODd. 


OsHioBr4. 


I. n. 


. 79.6 


79.6 80.0 



Br . . 

l^Dibrom-i-^methylpropane, ( CHt^t CBr-^ CH^Br. — When 
isobutyl bromide is warmed on the steam-bath with iron and 
bromine, in the proportion to form a dibromide, the reaction 
is complete in a short time. On washing the product with 
water and dilute sodium hydrate, an almost colorless oil was 
obtained. This dried over calcium chloride boiled from about 
110° to 214°. On fiactioning, a portion was obtained boiling 
from 146° to 151°, mostly between 148** and 149° ; ». «., the 
boiling-point of l,2-dibrom-2-methylpropane. A bromine de- 
termination gave 70.8 per cent bromine instead of 74.0 per 
cent required for a dibromide. This material is therefore 
mostly l,2-dibrom-2-methylpropane. From this it wiU be 
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noticed that bromine in the presence of iron acts on isobutyl 
bromide in the same manner as bromine acts on isobutyl 
iodide. Idnnemann * states that in the latter case the yield is 
also poor. 

When 2,8-dibrom-2,8-dimethylbutane was boiled with a 
slight excess of potassium hydrate, in alcoholic solution, an 
oil was obtained. This was dried over calcium chloride and 
inadvertently distilled over sodium. On adding bromine to 
the fraction boiling from 69° to 85°, t. «., the larger fraction, 
a curious result was obtained. Regenerated 2,S-dibrom*2,8- 
dimethylbutane separated, melting at about 192°. This 
low-boiling fraction must, therefore, have contained 2,8- 
dimethyl-2-butene, which boils at 78° ; (CH,),C=C(CHb),. 
This suggests that 2,8^iimethyl-l,8-butadien, CH,=C(CH,)- 
C(CH8)=GH8, on partial reduction, does not give 2,3-dimethyl- 
1-butene, (CHg)jCH— C(CH8)=CHa, but that a rearrangement 
takes place giving the above isomeric hydrocarbon. At pres- 
ent the lack of material prevents a further investigation of 
this subject. 

Nbw Hatbit, De<iember, 1807. 

♦ Loc. cit 
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ON THE SILVER SALT OF 4-NITRO-2-AMINO- 
BENZOIC ACID, AND ITS BEHAVIOR WITH 
ALKYL AND ACYL HALIDES.* 

Bt H. L. wheeler Aim BATABD BABNES. 

It is well known, from the work of 6ries8,t Lauth,^ Michler,§ 
Michael, II and others, that the alkali salts of the aminobenzoic 
acids do not give esters directly with alkyl haHdes, but that 
the alkyl groups attach themselves entirely or partially to 
nitrogen. In this respect the sodium salts of the acyl amides 
and those of the aminobenzoic acids are analogous. 

The silver salts of the amides, however, behave differently ; ^ 
here a replacement of the metal takes place and oxygen esters 
result, while the formation of nitrogen derivatives in this case 
has not been observed. 

The action of alkyl and acyl halides on the silver salts of 
the aminobenzoic acids has, apparently, not been investigated, 
and it was with the object of investigating this action that the 
present work was undertaken. It seemed of interest to deter- 
mine whether these silver salts behave like the silver salts 
of the amides and anilides, or whether, like the sodium com- 
pounds, the entering groups attach themselves to nitrogen. 

The new 4-nitro-2-aminobenzoic acid was selected, as its 
esters are solids. We have found that the silver salt of this 
acid gives — as the chief product — with ethyl iodide in mo- 
lecular proportions, 4-nitro-2^thylaminobenzoic acid; the 
ethyl group attaching itself to nitrogen, and, next, in smaller 
quantity, 4-nitro-2-ethylaminoethyl benzoate is formed, while 
no 4-nitro-2-aminoethyl benzoate was observed. 

* Amer. Chem. Jour., xz, No. 8. ^ Ber. d. chem. Ges., v, 1088. 

I Bull. Soc. Chim. (Paris) [3], ix, 070. § Ber. d. chem. Get., ix, 401. 
il Amer. Chem. Jour., vii, 198. 

IT Comstock and Kleeberg, Ibid., xii, 498, and zlii, 614 ; Tafel and Enoch, 
Ber. d. chem. Ges., zxiii, 104 and 1654. 
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The behavior of the silver salt with ethyl iodide is therefore 
analogous to that of the above-mentioned sodium compounds. 
In this connection it may be remarked that Kraut * found that 
the silver salt of aminoacetic acid does not give the simple 
ester with ethyl iodide, when these compounds are used in 
molecular proportions, but the triethyl derivative of the ester, 
and in the same manner betain methyl ester results. 

On the other hand, Curtius f found that the methyl and ethyl 
esters of acetyl glycin result from the silver salt, therefore the 
metal in this salt is directly replaceable. We have found, 
precisely in accordance with this, that if 4-nitro-2-amino- 
benzoic acid is acetylated, then both the sodium and silver 
salts give oxygen derivatives. 

The action of acyl chlorides on the silver salt of anthranilic 
acid and on 4-nitro-2-aminobenzoic acid might lead to the 
formation of mixed anhydrides analogous to the action of 
acetyl chloride on sodium benzoate. % We have found, how- 
ever, that in the presence of the amino group the acyl group 
attaches itself entirely to nitrogen. A similar result was ob- 
served in the case of aminoacetic acid by Kraut,§ Hartmann,|| 
and Curtius.^ They prepared acetykaninoacetic acid from 
the silver salt of glycin and acetyl chloride, and Curtius 
showed that hippuric acid is thus formed. The silver salts of 
the anilides also give nitrogen derivatives with acyl halides.** 

The sodium salts of the amides were formerly universally ' 
represented as having the metal attached to nitrogen, since 
they give nitrogen alkyl compounds with alkyl halides. As 
shown here, the silver salts of the aminobenzoic acids, which 
contain the metal joined to oxygen, nevertheless, give nitro- 
gen derivatives with ethyl iodide, etc., and silver is generally 
more readily replaceable than sodium. It is shown from this, 
as has frequently been suggested, that the position of the 
metal in the salts of the amides cannot be determined by the 

* Ann. Chem. (liebig), clxxxii, 172. t Ber. d. chem. Gee., xvii, 1672. 
X Gerhardt, Ann. Chem. (Liebig), Ixzxrii, 81. § Loc. dt 

Ann. Chem. (Liebig), cxxxiii, 105. IT J. prakt. Chem. [2], zzvi, 17a 
** Wheeler and Boltwood, Amer. Chem. Jour., zriii, 381. 
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structuie of the reaction-product, and that the sodium salts of 
the amides may have the metal joined to oxygen. If now, 
with this view, we arrange the salts of the amino and acet- 
amino acids with those of the amide, according to their be- 
havior with alkyl halides, we have the following : 

NH, NH, NH 

CH,CO,Ag[Na] C«H4C0^g[Na] RCONa 
NHCOCH, NHCOCH, NH 

CH,CO,Ag C«H4C0,Ag RCOAg. 

The fact that the first series give nitrogen derivatives is ex- 
plained by the positive character of the amido and imido 
groups ; here the alkyl halide reacts by addition to the nitro- 
gen, there being a subsequent separation of hydrogen halide, 
or, in the case of the amides, of sodium halide. 

In the second series either these groups or the molecules 
are more negative, and additions to the nitrogen do not take 
place, but instead the metal is replaced by alkyl. 

The above affords further data for and confirms the conclu- 
sion of Nef, Hantzsch,* Freer and Sherman,! and others, that 
the sodium in the salts of the amides and anilides is joined to 
oxygen. The amides and anilides, in geneial, have the noi^ 
mal structure, while the salts, with the possible exception of 
the mercury compounds, are derivatives of the pseudoform 
and contain the imido group. It is certain that most if not 
all the reactions of these compounds involve, as the first step, 
addition. These unstable addition-products then decompose 
into more stable derivatives, which latter constitute the prod- 
ucts that are isolated. 

Experimental Part. 

/CO,H (1) 

4^Tfttr(hg'acetaminobemoic Acid, C^H^—NHCOCH^ (2). — 

\N0, (4) 

The acid was prepared by oxidizing 4-nitro-2-acettoluide 

* Ann. Chem. (Liebig), cczcri, 01. t Amer. Chem. Jour., zyiii, 570. 
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with a one per cent solution of potassium permanganate, the 
operation being essentially the same as that employed by 
Bedson* in oxidizing orthoacettoluide. Bedson obtained a 
yield of only 32 per cent of acetylorthoaminobenzoic acid. 
Apparently the nitroacettoluide is oxidized more smoothly, 
since we have obtained yields varying from 44 to 77 per cent 
of the calculated. The best yield is obtained when the quan- 
tity of toluide employed does not exceed 60 g. On filtering, 
concentrating, and acidifying the solution after oxidizing, 
the acid separates as a yeUowish-white precipitate. It crys- 
tallizes from alcohol in long, light yellow needles, which melt 
at about 215^. A nitrogen determination gave : 



Foond. 



Oalonlfttod f or 
C»H^,0» 

N 12.5 12.4 



It was observed that acids saponify this acetyl compound 
more readily than alkalL 

The Bodium Bait was obtained as a bright yellow precipitate 
by adding one molecule of sodium ethylate to an absolute 
alcohol solution of the acid. It is readily soluble in water 
and somewhat in alcohol. 

The silver salt is precipitated in a bright yellow, gelatinous 
form when silver nitrate is added to an aqueous solution of 
the sodium salt. It was found best to make the precipitation 
at a temperature of about 70** ; then, on stirring vigorously, 
the precipitate becomes granular and is more readily filtered. 
It can be dried at 100"", and is quite stable when exposed to 
light. 

Calenlated f or Found. 

CA^sOgAg. I. n. 

Ag . . . 32.6 32.36 32.31 

Hthyl ji^Nitro-i-acetaminolenzoate was prepared by heating 
the above sodium salt with an excess of ethyl iodide in a 
sealed tube at about 190° for eight hours. The product was 
extracted with water and then crystallized from alcohol and 
finally from ligroin, when it melted at 112°. It forms bright 

• Jonr. Chem. Soc, 1880, 762. 
VOL. n. — 11 
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yellow plates or flattened prisms. This compound is more 
readily formed, however, from the silver salt A nitrogen 
determination in a product thus obtained gave : 

Oftloulatad for nM»ii 

N 11.11 10.77 

When this compound is treated with cold sodium hydroxide, 
the ethyl group is removed, leaving the acetyl group unaf- 
fected; on the other hand, when it is warmed with sulphuric 
acid, in alcoholic solution, the acetyl group alone is removed. 

4^NitrO'2-aminobemoic Acid. — This was best obtained by 
warming the acetyl compound in alcohol with acids. It sep- 
arates from alcohol in long, bright-red needles. On heating 
it begins to darken at 260", and then melts with decomposi- 
tion at 264°. A nitrogen determination gave : 

CftloaLited for nM»ii 

CH^,0«. '*~^ 

N 16.38 16.29 

The ammonium salt was formed when dry ammonia gas was 
passed into an ethereal solution of the acid. It dissolves 
readily in water. 

Oftlonlatad for «u»^ 

C,H^.04. '«"»«• 

NHa 8.68 8.49 

The sodium salt was obtained as a bright-red precipitate 
when one molecular proportion of sodium ethylate was added 
to the alcoholic solution of the acid. It is quite soluble in 
water and sparingly in alcohol. 

The silver salt was obtained as a pink, gelatinous precipi- 
tate when the above sodium salt was dissolved in water and 
the requisite amount of silver nitrate was added. On warm- 
ing to about 50^ and stirring, it coagulates to a tan-c<^red 
powder. The yield corresponds to the calculated. 



Oaleulated for 
CH^AAg. 



Found. 

Ag 37.37 37.30 
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On treating this salt, suspended in ether, with the calcu- 
lated quantity of acetyl chloride, enough heat was liberated to 
cause the solution to boil. It was warmed until the odor of 
acetyl chloride disappeared, then filtered, and evaporated over 
potassium hydrate in a vacuum desiccator. The crystals that 
separated proved to be 4-nitro-2-acetaminobenzoic acid. 

Methyl 4'NitrO'S'aminobenzoate, obtained by boiling the acid 
with methyl alcohol and sulphuric acid, melts at 157°. It is 
soluble in ligroln and alcohol, and separates in dark, orange- 
colored clusters of needles. 

Calculated for v^.^ 

N 14.28 14.15 

Ethyl 4^Nvtr(h2^minolenzoate was obtained by boiling the 
acid with alcohol and hydrogen chloride. It forms dark, 
orange-colored plates, which are quite soluble in alcohol and 
benzene. 

Calonlatad for «u.»4 

N 13.33 13.38 

4^NUr(h2^thylaminolemoic Acid. — This was the chief 
product formed when the silver salt of the amino acid was 
suspended in ether and warmed with the calculated quantity 
of ethyl iodide for three days, the reaction then being practically 
complete. The ethereal solution was evaporated, and the resi- 
due treated with dilute sodium hydroxide; on filtering and 
acidifying the alkaline solution, this compound separated as a 
bright yellow precipitate. On crystallizing from alcohol and 
benzene it separated in the form of golden-yeUow plates, 
which melt at about 228°. A nitrogen determination gave: 

Oalotdated for jf^m,,^ 

C^ioN,0,. '«««>• 

N 13.33 13.48 

Ethyl 4^NttrO'2-ethylaminohemoate. — The part insoluble 
after the above treatment with alkali proved to be this diethyl 
derivative. It is formed in smaller quantity than the nitrogen 
monoethyl derivative. From benzene and alcohol, in which it 
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is very soluble, it separates in the form of long, pal&-yellow 
needles ; these melt at 80''. 

This compound w^b also formed when 4-nitro-2-ethylamino- 
benzoic acid was boiled with alcohol and sulphuric acid ; an 
analysis therefore seemed superfluous. 

Acetf/lorthoaminobemoic acid was obtained when the sQver 
salt of anthranilic acid was treated with acetyl chloride. It 
forms white prisms melting at 185*^, as observed by Ddbner 
and Miller.* 

Nbw Haybh, January, 1898. 

* Ber. d. chem. Ges., tv, 8077. 
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RESEARCHES ON THE C YCLO AMIDINES : 
PYRIMIDINE DERIVATIVES.* 

Bt H. L. WHEELER. 

Fob conyenience of reference, in this work those compounds 
which have tlie amidine formation 



WNR-.- 
1 NXEJ. 

\ : 

t. : 

m 



n. 



in which two of the radicals R, R^ and R" are replaced by a 
ring structure or a bivalent grouping, are referred to as cyclo- 
amidines. The dotted lines in the above formula show the three 
possible ways of replacing the radicals, and they indicate three 
forms of cycloamidines. It will be noticed, however, that III 
is the tautomeric form of I. The tautomeric form of II is 
obtained when the position of the hydrogen X is changed to 
the opposite nitrogen atom. There are therefore only two 
types of cycloamidines, each type having a pseudomeric or 
tautomeric form, as in the case of the simple amidines. 

The firft type^ which contains only one of the nitrogen 
atoms in the ring, is represented by such compounds as 
a-aminoquinoline, the o-aminobenzoxazines, etc. 

The second tt/pe^ with both nitrogen atoms in the ring 
structure, is found in the anhydro bases, glyoxalines, lophin, 
etc. 

Then, further, combinations of these types and their 
tautomeric forms occur: The cyanalkines, a-araino- and anil- 
idopyrimidines, aminoquinoxalines, cyanuramide, dicyanor- 
thophenylenediamines, and the like, are examples of the 
combination types. 

* Amer. Chem. Jour., xx, No. 6. 
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The object of the work, of which this paper gives a pre- 
liminaiy account, is primarily to investigate the action of 
alkyl halides on some of these cycloamidines which have not 
yet been examined in this respect, and also to compare this 
action in general with that of the simple amidines. 

Pechmann* assumes that when a simple amidine, repre- 
sented by the general formula above, is acted on with alkyl 
iodides, the hydrogen X is directly replaced, and hence this 
reaction serves to determine structure. 

It seems to the writer that alkyl iodides may be added 
either to the amido group or to the imido group, or, when 
the substituents are similar, f to both and perhaps to the atoms 
joined by double union. In two of the latter cases an ami- 
dine would result of a different structure from that obtained 
by direct substitution, so that this method of determining 
structure seems to be not without objection. 

The cycloamidines, in general, unite with alkyl iodides, and 
a number of cases have been described among those of the 
first type, where no direct substitution or replacement of hy- 
drogen in the amino group takes place, at least not as the 
first step of the reaction. To illustrate this the following may 
be cited: Thiele and Ingle | obtained dialkylaminotetrazols 
by the action of alkyl iodides on aminotetrazoL They be- 
lieve that in these only one of the alkyl groups replaces 
hydrogen of the amino group. Claus § shows that a-amino- 
quinoline takes up alkyl iodides in the same manner as the 
quinoline and pyridine bases in general, and that the amino- 
hydrogen is not substituted. Again, E. v. Meyer || has shown 
in several cases that the cyanalkines form similar addition- 
products, the amino group not being substituted. 

Even acyl chlorides add to the cyanalkines without substi- 

• Ber. d. chem. Ges., xzTiii, 2362 and 869. 

t Pechmann (loc. cit.) found that when the substituentfl are similar radicals, 
the amidine gave two isomeric alkylated products. This is precisely what 
would be expected if the action is one of addition, there being in that case no 
decided tendency to addition entirely to either one of the nitrogen atoms. 

t Ann. Chem. (Liebig), cclxxxvii, 240. § J. prakt Chem., xvii, 209. 

II Ibid., xxii, 266, and xxxiz, 265. 
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tnting the amino group. Herfeldt * found that cyanbenzylin 
or aminophenyldibenzylmiazin unites with acetyl and benzoyl 
chlorides to form well-ciystallized addition-products, and that 
an acetyl or benzoylcyanbenzylin was not obtained. In these 
cases it is a tertiary nitrogen which is the point of attack or 
addition. 

The action of alkyl iodides on the cycloamides of the second 
type is that of addition also, and, as in the case of the simple 
amidines, this action has generally been considered to be a 
direct replaxsement of hydrogen, since by treating the addition- 
product with alkali alkyl compounds result. The same ques- 
tion arises here as in the case of the simple amidines. That 
the alkyl group invariably replaces the hydn^en, however, 
has not been proved. It is not improbable that, like the 
cycloamidines of the first class, it is the tertiaiy nitrogen 
that unites with the alkyl halide. 

The writer has found that phenylmethylanilidopyrimidine 
acts with methyl and ethyl iodides, forming stable addition- 
products, and that no substitution takes place. That the alkyl 
iodide unites with one of the tertiary nitrogen atoms of the 
ring, and not with the anilido group, follows in all probability 
from the behavior of these products with alkali : 

C„Hi8Ns.CHsI + NaOH = CitHi^N, + CHsOH + Nal. 

That is, methyl alcohol and sodium iodide are quantitatively 
formed, and unaltered anilidopyrimidine is regenerated. The 
formula that appears most probable for these addition-products 
is therefore either I or II, and from analogy a similar structure 
might be expected in the case of the alkyl halogen addition- 
products of the simple amidines.t 

• J. prakt Chem. [2], Uii. 249. 

t The fact that the alkyl iodide addition-products of the simple amidines 
give up hydrogen iodide and not the alkyl group as above cannot be consid- 
ered as showing that the addition takes place to the — NH- group of the 

H 

amidine. To be sure, the grouping i9 would be expected to give up 
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1 


n. 


CH, 


CH, 


I i 


A 


\/^ 


/^ 


!Hr-N CH 


N CH 


c,H»c c-irac,H, 


C.H,<I; fc-NHC,H, 


Y 


Y 




/\ 




CH, I 


m. 




B 




R"N=C-NHK' 


/\ 




CH, I 





This being the case, the stractare of the simple amidines 
must be completely revised, and the opposite or so-called tauto- 
meric structure must be assigned to them. At any rate, no 
method has yet been devised for determining the structure of 
the amidines in question that is without objection. 

It will be shown below that phenylmethylpyrimidon, a 
cycloamidine of the second type, unites with one molecule of 
methyl iodide to form a beautiful crystalline addition-product 
of formula IV or V. 

IV. V. 

CH, CH, 

i I A 

N CH CHr-N CH 

C,H,C CO C,H,C CO 
\/ \/ 

N N 

/l\ \ 

CH, I H H 

hydrogen iodide, and those alkyl iodide addition-products of the cyloamidinet 
which do not separate hydrogen iodide most probably do not liare this group- 
ing. But it cannot be maintained that because an addition^roduct gives vg 
hydrogen iodide, it lias this grouping. 
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This compound, on treatment with alkali, gives up hydro- 
gen iodide and not the alkyl group, and an alkylated pyrimi- 
don results. This alkyl derivative differs decidedly from the 
product obtained by heating phenylmethylchlorpyrimidine 
with sodium methylate. The alkyl iodide therefore is added 
to one of the nitrogen atoms of the pyrimidon ring, while 
Pinner* found that, if the oxypyrimidine is heated with ethyl 
iodide in the presence of alkali, the ethyl group attaches 
itself to oxygen. 

In order to determine to which nitrogen the alkyl halide is 
added, a synthesis of the methylpyrimidon was attempted as 
follows: Methylbenzamidine hydrochloride was prepared* 
This, with acetoacetic ester, according to Pinner's explana- 
tion of the formation of the pyrimidines, might be expected 
to give the base corresponding to formula IV. It was found, 
however, that methylbenzamidine does not give a pyrimidine 
derivative with acetoacetic ester, at least not under the same 
conditions that benzamidine does, so that for the present the 
question of the position of the alkyl group must be left 
imdecided. 

Nef t has shown that carboslyril is not acted on by ethyl 
iodide. The above pyrimidon differs from carbostyril, in its 
ling structure, in having a tertiary nitrogen.. It would seem 
most probable, therefore, that it is due to this that the sub- 
stance takes up methyl iodide, and that the addition-product 
is perhaps best represented by formula V. 

ExpetifiMTitol Part, 
PhenylmethylanUidopyrimidiney C^^C CH . — 

This was prepared according to Pinner'sJ directions by warm- 
ing phenylmethylchlorpyrimidine with aniline. Instead of 

* Die linidoSther and ihre Deriyate, 948. 
t Ann. Chem. (Liebig), cdzxYi, 242. 
X Die ImidoSther und ihre DeriTate, 248. 
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purifying the mateiial by dissolving the reaction-product in 
alcohol and precipitating it with etiier, it was found best to 
crystallize it directly from water, precipitate the base from 
the hot aqueous solution, and then crystallize this from ben- 
zene and alcohoL The material thus obtained crystallizes in 
clusters of small prisms and melts at 160°-161'*. Pinner 
gives its melting-point as 160°-158**. 

The hydrochloride was obtained in colorless needles melting 
at 240^9 as described by Pinner. 

The hydrobromide was obtained by precipitating the base 
from a benzene solution with hydrobromic acid gas. It forms 
minute needles when crystallized from alcohol, and it melts at 
260^ 

The hydroiodide fonns colorless needles melting at 231^. 

Phenylmethylanilidopyrimidine Methyl Iodide. — 6 g. of the 
above cycloamidine were heated with an excess of methyl 
iodide in methyl alcohol solution for seven hours from 
100° to 105**. The material was then washed with alcohol and 
crystallized from water and alcohol. Thus obtained, the sub- 
stance melts at about 210° -213° with strong effervescence. 
If suddenly heated, it melts much lower. The material dried 
in the air contains 2 molecules of water of crystallization 
(analyses I and II). When dried at a temperature of 130° 
it was obtained anhydrous (analysis III). Determinations 
I and III were made by dissolving tho, substance in water 
and precipitating with silver nitrate. Determination 11 was 
made by the method of Carius. 



OftlcoUted for TinmA. 

. 28.9 31.6 28.8 28.7 31.6 



This addition-product is readily soluble in warm water and 
in alcohol, from which it crystallizes in fine, colorless needles. 
Ammonia or alkali immediately precipitates a substance melt- 
ing at 160°-161°, which has all the properties of phenyl- 
methylanilidopyrimidine. 
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PhenylmethylmethylanilidopyHmidine^ 

This -was prepared by warming phenylmethylchlorpyriinidiiie 
with methyl aniline. It is the compound that should result 
by treating the above addition-product with alkali, if the 
action of methyl iodide on the cycloamidine takes place by 
substitution. A comparison of the above with the following 
properties shows that these compounds are different. This 
compound crystallizes from alcohol in colorless prisms which 
melt at US'". It dissolves readily in ether, alcohol, and 
benzene, but is insoluble in water. A nitrogen determination 
gave: 

N 16.2 16.0 

This compound dissolves readily in dilute hydrochloric 
acid, and platinum chloride gives a bright yellow, granular 
precipitate, which melts at about 228^, with effervescence. 

The hydroiodide is readily soluble in warm alcohol, less 
readily in water. It melts, when slowly heated, at about 198^. 
An iodine determination gave : 

Oftlookted for v,«_wi 

I 28.9 28.9 

The nitrate separates from dilute nitric acid in long, color- ' 
less needles or prisms, which melt with violent effervescence 
at about 170^. 

PhenylmethylanilidopyHmidine Ethyl Iodide. — This was 
obtained when 6 g. of phenylmethylanilidopyrimidine were 
heated with 10 g. of ethyl iodide for twelve hours at 120°- 
180°. The reaction-product was extracted with hot water, 
and then crystallized from alcohol, when it separated in 
colorless needles melting at about 215°. When crystallized 
from water the material shrivels at about 115°, then melts 
with effervescence at or near 215°. An iodine determination 
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in air-dried material indicates that the substance separates with 
one molecule of water of crystallization (analysis I). The 
material dried at 120^-180^ becomes anhydrous (analysis II). 

Oalonlated f or fdand. 

OuHMNaI.H,0. Q^fi^JL. I. n. 

I . . . . 29.19 30.4 29J24 aO.3 

This addition-product and the analogous methyl compound 
give off the methyl iodides when heated to their melting- 
points* Ammonia or alkali precipitate phenylmethylanilido- 
pyrimidine from aqueous or alcoholic solutions. 

N-C.CH, 

Phenylmethylethtflanilidoptfrimidine^ CeHeC CH 

— This was prepared like the corresponding methylanilidopyri- 
midine for the sake of comparison with the base obtained from 
the above addition-product. It is an entirely different base 
which melts at 87^ when crystallized from alcohoL It is 
readily soluble in hot alcohol, difficultly in cold, and insoluble 
in water. It separates in beautiful, long, colorless prisms. 
A nitrogen determination gave: 



Vouid* 



Oftlonlatodfor 

N 14.63 14.66 



The hydrochloride is difficultly soluble in cold water, readily 
in hot, and crystallizes in colorless needles which appear to be 
hydrous. On heating, the material shrivels at about 100®, 
then melts at about 210°. 

The platinum chloride salt separates as a bulky, light-yellow 
precipitate. It is insoluble in hot water, and melts at about 
218^ 

The htfdroiodide crystallizes in prisms. 

An attempt to prepare an ethyl bromide addition-product 
of phenylmethylanilidopyrimidine was unsuccessful. 8.8 g. of 
anilidopyrimidine were heated with an excess of ethyl bro- 
mide from 102° to 104° for five hours, when the material was 
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found to be unaltered. It was heated again, this time with the 
addition of some alcohol, the temperature being kept between 
120'' and 180'' for seventeen hours. On opening the tube then, 
the products were found to be the hydrobromide of phenjl- 
methylamlidopyiimidine described above, and ether. Ethyl 
bromide, therefore, neither effects substitution nor addition. 

Phenyhnethylpyrimidon Methyl Iodide. — Phenylmethyloxy- 
pjrrimidine and methyl iodide, 4 g. of the former and 10 of 
the latter, were heated for six hours at 100^. No reaction 
was evident. The material was then heated for nine hours at 
170°, when addition took place. The material dissolved al- 
most entirely in water, and, on concentrating the aqueous 
solution to a syrup, a mass of needles was obtained. This 
was crystallized from alcohol, when beautiful, large, colorless 
prisms separated. These did not melt sharply, but decom- 
posed with effervescence at 280"". An iodine determination 
gave: 

Oaleolated for v<w»4 



38.7 38.6 



n-Methylphenylmethylpyrimidon. — When the above com- 
pound with methyl iodide was dissolved in a littie water and 
dilute alkali was added, this compound separated as a mass of 
colorless needles. It was purified by crystallizing from water, 
when it separated in the form of beautiful, large prisms, which 
melt at about 91^-92^. A nitrogen determination gave : 

Oalmilatod for »-— « 

CuHuN,0 '~*- 

N 14.0 13.6 

This compound has basic properties ; it dissolves readily in 
dilute acids, the ordinary salts being all quite soluble. It is 
readily soluble in alcohol and ether, less readily in water, and 
is not dissolved by a small amount of alkali. The nitrate and 
platinum chloride double salt are the least soluble of the 
ordinary salts. These were obtained by spontaneous evapora- 
tion of the solutions. 
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The nitrate ciystallizes in colorless, flattened prisms which 
melt with effervescence at about 195^. 

The platinum chloride double salt separates in form of very 
laige prisms with the color of azobenzene. It gave no definite 
melting-point below 275^ , but turned dark at about 285^. 

Methylbenzamidine hydrochloride, CtH^O{NB)NHCH^.HCl. 
— This was prepared by dissolving benzimidoethylester hy- 
drochloride in a 83 per cent solution of meihylamine. On 
adding the hydrochloride to the solution of the amine the free 
ester separates; on shaking this dissolves, and in a short 
time a mass of colorless needles separates. This material was 
crystallized from water, in which it is not extremely soluble. 
A chlorine determination gave: 

OalenlAted for «u«^ 

OsHjoN^HCL WoaaA, 

CI 20.82 20.75 

The properties of this amidine hydrochloride apparently 
differ decidedly from those of the corresponding ethylamidine. 
Lossen* prepared ethylamidine hydrochloride in a state of 
purity only with some difficulty, while Pinner f obtained the 
hydroiodide as an oil which would not crystallize. 

Nbw Haten, March, 189a 

* Add. Chem. (Liebig), ccIxy, 159. t Ber. d. chem. Ges^ xi, 7. 
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RESEARCHES ON THE CYCLO AMIDES : a^KETO- 
BENZMORPHOLINE AND o-BENZPARAOXA- 
ZINE DERIVATIVES.* 

Bt H. L. wheeler jLirD BATARD BARNEa 

op-Ketobenzmorpholine, or from its method of preparation 
called orthoaminophenoxyacetic acid anhydride, has the 
structure of a cyclo amide and should act like an acid amide, 
or, in other words, as if it were a derivative of the two forms, 

NH— CO and N=COH. The literature on this compound 
would seem to indicate that it is a very inactive substance, 
since no derivatives of it have hitherto been prepared. It 
will be shown, however, in this paper, that this compound 
behaves like an amide, and yields derivatives which, in their 
properties, are closely related to the corresponding compounds 
of f ormanilide. 

Orthoaminophenoxyacetic anhydride was first obtained by 
Fritzschef by reducing orthonitrophenoxyacetic acid with 
stannous chloride. According to Thate, | this compound is 
not obtained pure by Fritzsche's method, but is best prepared 
by reducing the nitro compound with iron and acetic acid. 

Aschan § obtained this so-called anhydride from orthoamino^ 
phenol and chloracetyl chloride. He states that concentrated 
acids and alkalies have no effect on the substance, but that it 
reacts energetically with phosphorus pentachloride, with at 
least partial decomposition. 

The latest work on the subject is that of Duparc. || At 
Grabe's suggestion he undertook the examination of this an« 
hydride in order to determine which of the following formulas 
is to be assigned to the substance : 

• Am. Chem. Jour., xx, No. 7. t J. prakt. Chem. [2], xx, 288. 

I Ibid. [2], xxix, 180. § Ber. d. chem. Ges., xx, 162a 

I Ibid., XX, 1043. 
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I. n. 

.0-CH, vO-CH, 

(orlColobensmoipholiiie.) (oFOzybMiipMMaculiM.) 

Duparc found that the material was not acted on by acetic 
anhydride even at 180^, and since he did not succeed in 
obtaining a reaction with methyl iodide or nitrous acid, he 
abandoned the subject. 

We have taken up the work at this point, and find that a 
sodium and silver salt of this cyclo amide can easily be pre- 
pared, and that the action of alkyl iodides on these salts give 
two series of isomeric alkyl compounds. Those obtained 
from the sodium salt have the alkyl group joined to nitrogen, 
and are to be considered as o-ketobenzmorpholine derivatives 
(formula III), while those from the silver compound have the 
alkyl group attached to oxygen, and are cycloimido-esters or 
benzparaoxazine * derivatives (formula IV). 

m. IV. 

O— CH, 

The structure of these compounds is settled from the follow- 
ing: The product obtained by the action of methyl iodide 
on the sodium salt gave on prolonged heating with concen- 
trated hydrochloric acid, at a high temperature, orthomethyl- 

OH 
aminophenol, CeH4<j^jjQjj , thus showing, in the case of the 

sodium salts, that the alkyl groups attach themselves to 
nitrogen. 

* Hitherto only two benzparaoxazine derivatiyet hare been prepared. 
The compound obtained by reducing orthonitrophenylacyl ether, t. e., 

0-CH« 
CeH^-^ I -„i and the analogoua methyl deriratiTe, are sometimee 

called jS-phenyl and jS-methylbenzparaoxazines (Ber. d. chem. Ges., zxiii, 172). 
From analogy with the quinoline deriyatiyes, quinaldine, for example, being 
called ormethylquinoline, these compounds should be termed a- and not 
^eriyatiyes. The latter nomenclature is used in this paper. 
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On the other hand, the products obtamed from the silver 
salt, even on treating with cold dilute hydrochloric acid, im- 
mediately regenerate o-ketobenzmorpholine. This instability 
in the presence of acids, being a characteristic property of 
substituted imido-esters, shows that in this case the alkyl 
groups are attached to oxygen. 

It will be noticed that the above behavior of the sodium 
and silver salts of a-ketobenzmorphoUne is perfectly analo- 
gous to that of the salts of the anUides. Indeed, the analogy 
by no means ends in this behavior, but extends also to the 
derivatives. The cycloimido-esters obtained from the silver 
salt of o-ketobenzmorpholine have strong, peculiar odors, and 
decompose into ketobenzmoiphoUne on exposure to the air; 
the isomeric compounds have no odor and are stable on ex- 
posure. The compounds from the silver salt behave precisely 
like the isoanilides or substituted imido-esters, not only in 
being immediately decomposed by acids, but also inasmuch as 
they react with bases, at ordinary temperature, giving ami- 
dines. These amidines, some of them difficult to crystallize, 
give well-crystallized salts. 

Again, the silver salt of a-ketobenzmorphoUne reacts with 
acyl chlorides, like the silver salts of the anilides, giving well- 
crystallized acyl derivatives. These derivatives have the 
acyl group attached to nitrogen. It is noteworthy that, in 
spite of the failure of Duparc to obtain an acetyl derivative 
by means of the keto compound and acetic anhydride, such a 
compound results, with evolution of heat, from the silver salt. 
Moreover, this acetyl compound is so stable that it can be 
crystallized from water without decomposition. 

It is now shown that a-ketobenzmorphoHne behaves pre- 
cisely like f oimanilide, and therefore the normal structure is 
to be assigned to this cyclo amide {%. e., formula I). 

That the amides in general are derivatives of the structure 

— NH—CO and not — N=COH, or, in other words, that they 
have the keto and not the enol form, f oUows from the behavior 
of their oxy compounds. 

vol; II. — 12 
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It is well known that the oxy acids, especially the 7 and , 
8 derivatives, readily separate water, giving lactones. If the 
amides had the second of the above structures, they would 
be imido acids and their oxy compounds would be expected 
to separate water, like the oxy acids themselves, giving 
imidolactones ; m., 

HOCH,CH,CH,C=JWH ^ CH,CH,CH,C=NH. 

OH ' ' 

Imidolactones have not yet been obtained. The oxyamides 
do not form anhydrides in this manner. For example: 
7-oxyvaleramide results by heating 7-oxyvalerianic anhy- 
dride or the ester with ammonia to 100°. On boiling this 
oxyamide it slowly decomposes, giving off ammonia and 
not water; indeed some of these oxyamides boil unaltered. 
These facts not only show that the acid amides have the 
normal structure, but they also dispose of the theory that 
in these compounds the enol and keto form exist in a state 
of equilibrium. 

Lachmann,* in his interesting paper on the constitution of 
the acid amides, concludes that acetamide and benzamide have 
hydroxyl groups because they immediately give off hydrogen 
chloride with phosphorus pentachloride. Oxamethane does 
not immediately decompose in this manner, but gives an amide 
chloride.! He therefore concludes that oxamethane has a 
keto group, and that these results point to a division of the 
amides into two groups, etc. The following considerations 
show, however, that this is not the true explanation of the 
behavior of these amides with phosphorus pentachloride. We 
know from the work of WaUach, X Lengfeld and Stieglitz, § 
and others, that the grouping V (below) is very unstable, the 
grouping VI being more stable. It has been shown in papers 
from this laboratory that the more negative the character of 
the molecule in this or the analogous grouping VII, the less 

* Amer. Chem. Jour., xyiii, 600. 

t WaUach, Ann. Chem. (Liebig), clzzxiy, 1. 

t Ibid., clxxziy, 1 ; ccziy, 108. { Amer. Chem. Jour., xyii, 00. 
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stable are the compounds. What applies to grouping VII 
would therefore apply in greater force to grouping V. 
V. VL vn. 

BC^ci^ , RC\j,j , ^\oc.h; 

We now have the true explanation of Lachmann's results. 
The amide chlorides of acetamide and benzamide are far more 
negative than the amide chloride of carbonic acid or its ester- 
amide oxamethane, and, as would be expected, they decom- 
pose more easily. The different behavior of the amides with 
phosphorus pentachloride, therefore, does not depend on a 
difference of structure but on the properties of the amide 
chlorides. 

If this view is correct, it must follow that if we increase the 
positive character of the molecule VI by replacing radical R 
by an imido or anilido group, for example, we should obtain 
a compound capable of forming a comparatively stable amide 
chloride corresponding to formula V. This is precisely what 
takes place. Lengfeld and Stieglitz,* in their interesting 
work on the imido-ethers of carbonic acid, have shown that 
carbodiphenylimide, CeH|N=:C=NC«H6, not only unites with 
one molecule of hydrogen chloride, as stated by Weith, giving 
an imide chloride (formula VTII), but that this compound 
combines further with hydrogen chloride, and, as would be 
expected, a stable amide chloride results, which they call 
carbodiphenyUmide dichloride (formula IX). 
vin. IX. 

Lengfeld and Stieglitz state that this amide chloride melts 
at 180*" and " is quite stable when kept from moisture and 
organic matter." 

From the above it is evident that the results obtained by 
the action of phosphorus pentachloride on acet- and benz- 

♦ Amer. Chem. Jour., xrii, 108. 
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amides do not lead to the conclusion that these compounds 
have a hydroxyl group. Indeed, it is very improbable that 

the grouping — N=COH exists in any stable amide what- 
ever. 

Experimental Part 

0--CH^ 
a-Ketobemmorpholine^ C^B^ ^ \ . — This was prepared 

essentially according to Thate's method.* His directions for 
the purification of both orthonitrophenyloxyacetic acid and 
the anhydride, obtained by reduction, not being suitable for the 
preparation of the material in large quantities, it was found 
better to proceed as follows: 

After warming the mixture of orthonitrophenol, chloracetic 
acid and alkali, and filtering, hydrochloric acid was added, 
and the precipitate distilled in steam to remove unaltered 
orthonitrophenoL The aqueous solution remaining deposits 
the orthonitrophenyloxyacetic acid on cooling. For the re- 
duction the acid was suspended in about 20 per cent acetic 
acid and iron filings slowly added. After the reduction, the 
residue was boiled with alcohol and animal charcoal and the 
anhydride crystallized from alcohoL The melting-point of 
the material thus obtained is 169"*, instead of 166® as given by 
Thate. It may be crystallized convenientiy from alcohol or 
chloroform. In the latter solvent it is less soluble. 

a-Sodiumoxtfbemparaoxazirvej C^H^C I . — 0.8 g. of 

sodium was dissolved in methyl alcohol, and 6 g. of o-keto- 
benzmorpholine were added. The solution was then evaporated 
in a vacuum, and the residue heated at lOO"* for several hours, 
the pressure being kept at about 13 mm. The perfectiy dry 
mass then, on shaking, became granular, and a sodium deter- 
mination as carbonate gave: 

Calonlated for Calonlated for vu..^ 

0«B,NOt.0H,.ON«. OANOiNft. WomO. 

Na . . . 11.33 13.46 13.41 

* J. prakt Chem. [2], zzix, 148. 
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The material thus obtained did not dissolve in water, but 
o-ketobenzmorpholine separated; on adding an excess of 
alkali this readily dissolved. An attempt to prepare this 
sodium salt by dissolving the keto compound in alcohol, 
adding the calculated quantity of sodium ethylate, and then 
ether, gave no precipitate. 

nrMethylrOrketobeTizmarpholinej C^H4\ ._ L^k • — T^i^ 

compound was prepared by heating the dry sodium salt of 
o-ketobenzmorpholine, suspended in benzene, to IBS'' for 
several hours. It was found, however, that it is unneces- 
sary to prepare the dry salt as given above. It was more 
conveniently prepared as follows: 1.6 g. of sodium were 
dissolved in a small amount of methyl alcohol, 10 g. of 
o-ketobenzmorpholine were added, and then 20 g. of methyl 
iodide ; the whole was then heated to 185^ for about seven 
hours. The contents of the tube were then filtered from 
sodium iodide, washed with ether, and distilled at 14 mm. 
pressure. After the alcohol and ether had evaporated, 
the material practically all boiled over at 156°. It readily 
solidified, and, on crystallizing from alcohol, large, stout, 
colorless prisms were obtained. These melted from 58^ to 59 
and a nitrogen determination gave : 



o 



Calonlatodfor 
CANO,. 

N 8.58 8.68 

It was found that this compound, like the following ethyl 
derivative, has little or no basic properties. It is insoluble in 
cold dilute hydrochloric acid. On warming, solution takes 
place, but, on cooling, the unaltered material separates in the 
form of needles or prisms. It dissolves more readily in con- 
centrated hydrochloric acid, and is precipitated by water. 
Platinum chloride gave no precipitate when added to these 
solutions. A solution of the material in benzene gave no pre- 
cipitate with dry hydrogen chloride. It is insoluble in alkali. 
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OrthomethylaminopJienolj Cifii^ . — Not quite 2 g. 

of the above methyl derivative were heated with concentrated 
hydrochloric acid to 150°-160'' for a number of hours. The 
hydrochloric acid was then evaporated on the water-bath and 
the residue treated with water, when it was found that the 
greater portion of the material had remained unaltered in this 
treatment ; the aqueous filtrate was treated with an excess of 
sodium carbonate, some sulphurous acid was added, and the 
whole shaken with ether. On evaporating the ether solution 
a small amount of almost colorless material separated in the 
form of plates. This was crystallized from petroleum ether, 
when colorless, thin spangles separated. On heating the pure 
material thus obtained, it began to darken in color rapidly 
at 80°, and decomposed, melting and turning black between 
80'^ and 90*^. Seidel,* who first obtained this compound, states 
that it crystallizes in plates that soon oxidize and take on a 
dark brown color. He says that, on heating, the material 
darkens and then melts above 80"^ with decomposition. The 
properties of the compound obtained by us agree perfectly 
with this description. We may add, as a further means of 
identifying this compound, that the hydrochloric acid solution 
gives a deep red-brown color with ferric chloride. 

n-Mhylra-ketobemmorphoUne, C^H^ \q . — This was 

prepared by means of sodium ethylate and ethyl iodide in the 
same manner as the above methyl derivative. The contents 
of the tube after the evaporation of the excess of ethyl iodide 
and alcohol all boiled over from 157** to 159" at 16 mm. pres- 
sure. This material, unUke the methyl compound, was not 
obtained in the solid state. It had a light yellow color, and a 
nitrogen determination gave : 



Oalcnlated for 
CioH„NO,. 



Foond. 

N 7.91 8.20 

• J. prakt. Chem., xlii, 453. 
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This compound, like the corresponding methyl derivative, 
is not affected by acids or alkali under ordioary conditions. 
It dissolves in concentrated hydrochloric acid, and is precipi- 
tated again by water. A slight warming is noticed on dis- 
solving the material in concentrated sulphuric acid. 

a-Silveroxyhemparaoxazine^ C^S^s. ' • — '^^ '^'^^ 

prepared by dissolving o^ketobenzmorpholine in alcohol and 
adding, first, sodium ethylate (1 molecule) and then the calcu- 
lated quantity of silver nitrate. The mixture, largely diluted 
with water, gave a white precipitate which, on stirring, became 
a light gray powder. This was filtered, washed with water, 
alcohol, and ether, and dried at a temperature somewhat 
below 100**. A silver determination gave the following: 



Galonlatod for 



Found. 



GA^O,Ag. 

Ag 42.18 42.37 

This salt is quite stable in respect to light. It is not 
readily decomposed by water or alcohol, although phenol 
immediately reduces it. The behavior of the silver salts of 
this compound and formanilide with phenols, is peculiar. 
Silver formanilide and silver 2-4-dichlorformanilide react with 
phenol with evolution of heat, the salts immediately blacken- 
mg and regenerating unaltered formyl compound and silver. 
This is all the more remarkable, since silver 2-4-dichlor- 
formanilide may stand mixed with water or alcohol for days 
without decomposition. Indeed, it can be boiled with water 
without any decomposition. Cold glycerin does not affect it, 
but phenol, largely diluted with benzene, an aqueous solution 
of hydroquinone, or an alcoholic of )8-naphthol, almost im- 
mediately reduces the salt. A solution of thymol in benzene 
produces a mirror of silver, and resorcin in water slowly 
blackens the compound. From the above it is evident that 
these reactions involve an addition; the addition-products 
being unstable then decompose into simpler molecules. 
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a-Methoxybenzparaozaziney C^4^ I . — 20 g. of 

i»-6ilver oxybenzparaoxazine and 20 g. of methyl iodide 
(1.6 molecules) were heated to 116''-120'' for eight hours, 
tJhe reaction then being practically complete. The material 
was then taken up in ether and filtered from the silver 
iodide.* The ether solution on evaporation in a vacuum 
over potash gave an oil which refused to solidify in a 
freezing-mixture. It was found to boil almost entirely be- 
tween 185^ and 186^ at 21 mm. pressure. The material thus 
obtained was a colorless oil with a pleasant odor, perhaps 
suggesting orange peeL A nitrogen determination gave: 

N 8.68 8.66 

On treating this oil with a drop of dilute hydrochloric acid 
it immediately solidified, giving crystals of o-ketobenzmorpho- 
line. On exposure to air it slowly absorbs moisture, giving 
the same result. It is imaffected by cold alkali. 

orEthoxylenzparaoxazine^ C^^x L • — 28 g. of 

the above silver salt were heated with ethyl iodide (2 mole- 
cules) to lOO'^-lSO'^ for twenty hours. On extracting with 
ether and evaporating, an oil was obtained which deposited 
some unaltered o-ketobenzmorpholine. On distilling in a 
vacuum the oil boiled mostly between 186° and 136** at 16 mm. 
pressure. It had a similar pleasant odor to that of the 
methoxy compound. A nitrogen determination gave: 



aOVCDom 



CaleuUted for 
C.oH..O^. 

N 7.90 7.68 



With acids this compound is immediately decomposed like 
the methoxy compound. It is unaffected by cold alkali. 

* It is advitable to thake the ether solution with alkali in order to remove 
unaltered orthoaminophenoxyacetic acid anhydride, which always accom- 
panies the reaction-product. Compare o-isoamylozybenzparaoxazine. 
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orhopropyhxyhemparaoxazine^ C^H^^ I . — 26 g. 

of the silver salt and 22 g. of isopropyl iodide were heated 
for nine hours at 120°-180**. On extracting them with 
ether, shaking the ether solution with dilute potassium 
hydroxide, and evaporating* an oil was obtained. This was 
distilled at 14 mm. pressure, when the greater portion boiled 
from 137'' to 188°. The material was colorless and had a 
peculiar odor, which, unlike the methyl and ethyl derivatives, 
was not pleasant A nitrogen determination gave : 

OaUmUted for v.m»4 

CuHuOjN. '^"'^ 

N 7.32 7.31 

It decomposes on standing or with acids, giving a^keto> 
benzmorpholina 

a-hohutyloxyhemparaoxazine^ C^H^. I . — 25 g. 

of the silver salt and 26 g. of isobutyliodide were heated 
for twenty-two hours at 120** -140°. The reaction-product, 
treated as above, gave an oil which was distilled at 21 nun. 
pressure, when it was found to boil practically from 160*" 
to 164°. It had a strong, somewhat disagreeable odor. A 
nitrogen determination gave: 

Oaleuktsd for »,«« j 

N 6.82 6.83 

0-CH^ 
a-Isoamylhemparaoxazinet C^H^{ \ . — 25 & 

of the silver salt and 28 g. of isoamyl iodide were heated to 
130° -150° foi eighteen hours. On extracting with ether, an 
oil was obtained which gave no constant boiling-point, the 
solid anhydride distilling over with the oil. The distillate 
was taken up in ether and shaken with dilute potassium 
hydrate ; the ether was evaporated and the oil then distilled 
at 174° -175° at 21 mm. pressure. It was colorless and had 
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a disagreeable odor, somewhat resembling isoamyl oxalate. 
A nitrogen determination gave : 

Cftlcnlatod for w.,.,,^ 

N 6.39 6.56 

yOCff, 

n-Acetylrorketobenzmorpholine^ C^ff^(^ >C0 . — Acetyl 

If OOCHg 

chloride reacts violently with dry a-silver oxybenzparaoxa- 

zine. For the preparation of this compound 6 g. of the silver 

salt were suspended in dry ether, and the calculated amount of 

acetyl chloride was added. On filtering and evaporating, 

beautiful, long, white needles separated; these melted at 77**. 

A nitrogen determination gave: 

Caloulited for v^,^ 

OiAOaN. '*'™^ 

N 7.32 7.43 

This acyl compound is quite stable. It can be crystallized 
unaltered from water. 

firBemoyl-a-ketohemmorpholiney C^H^C >C0 . — 6 a 

of the silver salt were .suspended in benzene and benzoyl 
chloride added. From the benzene solution beautiful, color- 
less, compact prisms separated. These melted at 93^, and a 
nitrogen determination gave: 

Calenlated for w.,...^ 

OmH„0,N. '^"'^ 

N 6.63 6.46 

This compound can be crystallized from water. 

a-Phenylaminobenzparaoxazinej C^H^C I ,7.— ^ „ • — 

When a-ethoxybenzparaoxazine and aniline were mixed, in 
molecular proportions, the mixture solidified after standing 
twenty-four hours to a white, ciystalline mass. It is readily 
soluble in alcohol, from which it crystallizes in colorless, com- 
pact prisms melting at 126°. A nitrogen determination wad 
made with the foUowiug result: 
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Calealated for w.^^a 

N 12.60 12.53 

The hydrochloride prepared by dissolving the above cyclo- 
amidinft in aqueous hydrogen chloride separated in the form 
of colorless, four-sided prisms, which melt with decomposi- 
tion from 220** to 228°. 

The hydroiodide^ CuHnNaO.HI, crystallizes from water in 
colorless plates, which melt from 195° to 196°. An iodine 
determination gave: 

C,A.N.OL '<«°*»- 



36.26 36.77 



The nitrate separates from dilute nitric acid in the form of 
colorless four- and eightnsided plates, melting at 147°. 
orMetacUorphenylaminohenzparaoxaziriey 

A mixture of o-ethoxybenzparaoxazine and one molecular pro- 
portion of metachloraniline did not solidify after standing a 
week. The material was then taken up in dilute hydrochloric 
acid, and, after filtering, the amidine was precipitated with 
ammonia. It was then obtained in the solid condition, and, on 
crystallizing from benzene, it separated in the form of colorless 
plates, and melted at 112°-114°. 

Oakabtted for wmmwI 

CmH„N,O.CL ^^""^ 

N 10.83 10.06 

The hydrocJdoride^ CuHioNsOCLHCl, crystallized from 
alcohol, melts with decomposition at 205° -207°. 
a, B'Naphthylaminobenzparaoxazinej 

2.4 g. of o-isopropylbenzparaoxazine and 2 g. of )3-naphthyl- 
amine were heated in alcohol for eighteen hours on the steam- 
bath. On evaporating off the alcohol and ciystallizing the 
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residue from benzene, white leaflets separated which melted 
from 154*^ to 166^ 

OaloQlated for v<m«»i 

CisH„N,0. '««»*»• 

N 10.22 10.00 

orlsolmtylaimnobenzpartioxazine, ^"-^C v— J^ T^rrn /7 * — 

This was obtained by mixing o-ethoxybenzparaoxazine with 
isobutylamina It forms a thick varnish at ordinary temper- 
ature, which, only after long standing, showed evidence of 
crystallization. 

The hydrochloride may be crystallized from water or chloro- 
form. From the latter it separates in the form of flakes, 
melting from 220^ to 228**. 

CI 14.76 1440 

a'Allj/laminobemparaoxazinej CiH^\^ L ^tt^^ rr*""*^® 

mixture in this case did not solidify on long standing. It 
was taken up in benzene and the hydrochloride precipitated 
by means of dry hydrogen chloride. This precipitate was 
crystallized from benzene containing some alcohol, when 
colorless needles, melting at 190**, were obtained. These 
were dissolved in alcohoL From the solution, ammonia pre- 
cipitated an oil which soon solidified. This was crystallized 
from ligroln with a littie benzene, when the material separated 
in colorless prisms melting at 68°. 

The hydrochloride is readily soluble in water and alcohol; 
it was analyzed with the following result: 

C„H^,0CL ^^""^ 

CI 16.8 16.9 

New Haybn, May, 188a 
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THE ACTION OF AMINES ON ACYL IMIDO- 
ESTERS: AOYLAMIDINES.* 

Bt H. L. wheeler and P. T. WALDEN. 

Ik a previous paper we described a series of acyl imido-esters, 
and stated that they react with ammonia and bases giving 
acylamidines. We are now prepared to describe some of these 
amidines and to discuss their formation. 

Few acylamidines have hitherto been described. The action 
of acyl chlorides and anhydrides on the free amidines does not 
always lead to the formation of acyl derivatives.* Pinner 
obtained benzoylbenzamidine from benzamidine and benzoic 
acid anhydride, and also from benzonitrile by condensation 
with sulphuric acid. On account of the ease with which this 
compound separates ammonia, giving dibenzamide, he assigned 
the structure represented by formula I to this substance. 

We have found that the benzoylbenzimido esters, i* e., 

• *\0E 

react with ammonia, giving a compound in every respect 
identical with that obtained from benzonitrile by the method 
of Pinner, while an isomeric compound (formula II) would 
be expected, if the reaction takes place, as is usually assumed, 
by double decomposition, replacement, or substitution* 

L n. 

>NHCOC-H- ^NCOC«H- 

The action of amines on the acyl imido-esters, like the ac- 
tion of amines on the amidines tJiemselves, does not take 

* Amer. Chem. Jour., xx, No. 7. 

t Pinner, Die ImidoSther und ihre Deiiyate. 
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place by direct replacement, but involyes the inteimediate 
fonnation of an unstable addition-product: 

m. 
.NCOE /NHCOE 

CeHjCf + H^H = CeH,C-OE 

This hypothetical addition-product can then separate alco- 
hol in two ways, giving an acylamidine corresponding to either 
of the above forms. 

It cannot be maintained that, because benzoylbenzamidine 
easUy decomposes into dibenzanude and anmionia, its struc- 
ture is to be represented by formula I, since in this decompo- 
sition hydrolysis takes place with addition of water, forming 
a product similar to III, and the same addition-product must 
result from I and II. 

That this view is correct, and that this decomposition has 
no significance in regard to the structure of the acylamidines, 
is shown by the behavior 'of the analogously constituted 
acyl imido-esters, t. «., benzoylbenzimidoethyl ester and benz- 
oylphenylacetimidoethyl ester. These compounds easily de- 
compose with water, under the same conditions as benzoyl, 
benzamidine, as follows: 

NCOCeHs ^NHCOCeH, 

CeHsCf -► CeH^C-OiH 



^^*^ ^jOC,H, 



CeH,CH,C\ -► CeH,CH,C-OiH| 

OC,H, ^OCsHs 

That is, the first gives dibenzamide and alcohol, while the 
second gives benzamide and ethylphenyl acetate. In other 
words, the first apparently decomposes at a single bond ; the 
second at the double bond. Here are then two compounds, 
not only of the same structure, but also similar to the acyl- 
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amidines, which decompose or are hydrolyzed in two differ- 
ent ways. 

The structure of these amidines cannot therefore be deter- 
mined by their decomposition-products, and further work will 
be required before this question is settled. 

Beckmann and Sandal,* in their interesting work on the re- 
arrangement of a-benzihnonoxime, have recently obtained 

benzoylbenzimidochloride, CeH»C^^, *, a compound 

which shows, as would be expected, many properties in 
common with the acylimido esters. It readily decomposes 
into dibenzamide, and unites with primary bases giving acyl 
amidines. With ammonia it gives the acyl amidine described 
by Pinner, and with amline and acyl amidine identical with that 
obtained by us from the benzoylbenzimido esters. Beckmann 
and Sandal, however, did not succeed in preparing acyl 
amidines from this compound and secondary amines, and here 
it may be stated that we have repeatedly made attempts to 
prepare acyl amidines from secondary bases and various 
acylimido esters, but in each case also without success. 

In support of Pinner's formula for benzoylbenzamidine, 
Beckmann and Sandal state that benzaldehyde does not com- 
bine with this substance, and that with benzenesulphochloride 
it gives a compound insoluble in alkali 

The acyl amidines, described below, are stable towards 
cold alkali. Some of them dissolve in 'acids and may be pre- 
cipitated unaltered by alkali or ammonia. They combine with 
one equivalent of hydrogen chloride to form salts which are 
comparatively unstable. In aqueous solution these salts soon 
decompose as follows : 

NHCOR C.H,CO.NHCO.R 

CACfci +H,0=: + 

^NHC.H. C.H.NH..HC1 

The diacylamide generally separates pure and in the form 
of a glistening mass of colorless crystals. 

* Ann. Chem. (Liebig), ccxcyi, 270. 



Digitized by VjOOQ IC 



192 THE ACTION OF AMINES 

Experimental Part 

Benzoylbenzamidine. — This was f oimed when 10 g. of 
benzoylbenziinidonoiinalpropyl ester were wanned in alcoholic 
solution with the addition of aqueous ammonia in excess. 
On diluting the alcoholic solution, in which it is readily solu- 
ble, this compound separated as an oil which readily solidifies. 
It was purified by dissolving or crystallizing it from a mixture 
of ligro'm and alcohol. It melted constantly at lOO'' . Pinner * 
gives the melting-point of this compound as 106**. Gumpertf 
states that it melts at lOS.S'', and Beckmann and Sandal give 
98^ as its melting-point. In addition to the above we have 
prepared this compound from benzoylbenzimidoethyl ester 
and ammonia. This product also melted at 100°. A nitro- 
gen determination in the sample prepared as first stated gave : 

Calculated for v^»i 

N 12.50 12.63 

In order to determine whether this compound is identical 
with that obtained by Pinner, we have prepared the substance 
by dissolving benzonitrile in fuming sulphuric acid, accord- 
ing to his directions, and have found that the compound thus 
obtained also melted sharply at 100^ to 101^. A crystaUo- 
graphic examination of the two products was made by Mr. 
C. H. Warren, to whom the authors wish to express their thanks 
for the following report : ** A trial on the reflection goniometer 
showed that the faces gave poor reflections, consisting of a 
number of faint signals for each face, and that a full descrip- 
tion was not practicable. However, enough measurements 
were made of the same zone on both lots of crystals to show 
satisfactorily the identity of the two specimens. The crystals 
show monoclinic symmetry. The forms observed were e 101 (?), 
y 101 (?), and m 110, probably. On many of the crystals 
the edges between the prism and top faces were highly modi- 
fied. The measurements of zone oAJf were as follows : 

* Loc. cit t J. prakt Chem., xxx, 90. 
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Oan. 


Ffamet'i. 


CAy . . 


. . 49" 9 


inv 


JfA& . . 


. . 130" 61' 


180»40' 



The angles measured agree closely considering the poor 
quality of the reflections." The ciystallographic and chemical 
properties therefore show that the two products are identicaL 
On warming the hydrochloric acid solutions, both products 
give dibenzamide. 

NMCOC^H, 
Bemoylbenzamidine Hydrochloride^ C^fi—Cl . — 

The above amidine was dissolved in benzene containing some 
chloroform, and the solution was saturated with hydrogen 
chloride, when a heavy, thick oil separated. This oil con- 
sists probably of a dihydrochloride. It is very unstable. The 
material was protected from moisture, and dry carbon dioxide 
was led in, to expel the excess of hydrogen chloride. After 
a number of hours the material crystallized in small colorless 
prisms. On pressing on paper it was found to be somewhat 
sticky. It was then heated to 50°, when considerable hydro- 
gen chloride escaped, and the mass became a sandy powder. 
Thus obtained, it melted, not sharply, at about 190°, and a 
chlorine determination gave the following: 



Foimi. 



Calculated for 
Ci4HiaNaO.GL 

a 13.6 12.9 



This salt is readily soluble in water, and decomposes with 
the separation of dibenzamide. 

The platinum chloride double salt was obtained by dissolving 
the amidine in aqueous hydrochloric acid and adding platinum 
chloride. It separates as a straw-yellow precipitate which 
darkens on heating at about 225° to 230°, and melts at 240°. 
A platinum determination gave : 

Oaloolated for Vnmwi 

(Ci4HuN,O.H01),PtCl4. '^'^"^ 

Pt 22.7 22.6 

VOL. n. — 18 
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Benzoylethylhenzamidine. — This was prepared by allowing 
6 g. of benzoylbenzimidonormalpropyl ester to stand in alcohol 
for some time mixed with an excess of a 83 per cent solu- 
tion of ethylamine. The alcohol was then evaporated^ 
and it was attempted to ciystallize the residue from dilute 
alcohol, ligroln, and benzene, but a sharp melting-point was 
not obtained until the material was dissolved in dilute hydro- 
chloric acid, precipitated by ammonia, and then crystallized 
from strong alcohol. Thus obtained, it separated in beautiful 
colorless prisms which melted at about 87® to 88*^. This com- 
pound is undoubtedly identical with the compound obtained 
by Lossen* by acting on ethyl benzamidine with benzoyl 
chloride. He gives the melting-point as 88^. 

Benzoylphenylhenzamidine. ^ 4g. of benzoylbenzimidoethyl 
ester were mixed in ether with 1.6 g. of aniline. No evi- 
dence of any reaction was noticed after standing over night. 
The ether was then evaporated, and the residue heated on 
the steam-bath, when it solidified. The material was found 
to crystallize beautifully from alcohol, apparentiy in thick 
bunches of rhombohedra. The material is insoluble in cold 
dilute sodium hydrate and melts at 148^. This gave on 
analysis: 

C^l'Ctil'ted for v^^ 

0«H,^,O. '<»«»^ 

N 9.33 6.32 

This compound has recentiy been obtained by Beckmann 
and Sandal.t They find that the compound melts at pre- 
cisely the same temperature that we have observed. 

When dry hydrogen chloride was passed into a chloroform 
solution of this acylamidine, no precipitate resulted. On 
evaporating the chloroform in a stream of dry carbon dioxide, 
an amber-yellow varnish remained. When warmed with water, 
this gave a mass of colorless needles or prisms, which melted 
at 149"^, and had all the properties of dibenzamide. 

An attempt was made to prepare lenzoylmethylphenylbens^ 
amidine by acting on benzoylbenzimidoethyl ester with mono- 
Aim. Chem. (liebig), cclxy, 162. f Loc. dt 
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methylaniline, when it was found that this secondaiy aniline 
did not give an acyl amidine. 4 g. of the acyl imido-ester and 
1.7 g. of methylaniline were heated to 100"*, then for some 
time kept at about 70"^, and finally, after long standing, 
crystals separated. These ciystallized from alcohol in prisms 
melting at 147^-148^. A nitrogen determination gave: 

Calealated for Caleiilited for vimhuI 

AeylMiildine. mbanamido. '^'"^ 

N. . . . 8.91 6.22 6.17 

With ethylaniline the same result was obtained. The above 
analyzed material was soluble in alkali and precipitated again 
by acids ; it was therefore dibenzamide. 

Acetylphenylbenzamidine. — When acetylbenzimidoethyl es- 
ter is mixed with aniline and allowed to stand, the mixture 
solidifies. On crystallizing from 95 per cent alcohol, it forms 
stout, colorless crystals, which melt at 188.5°. A nitrogen 
determination gave: 

CtfH„H,0. ^^""^ 

N 11.76 11.94 

Aeetjflparatolylbemamidine. — |>-Toluidine and acetylbenz- 
imidoethyl ester were mixed in molecular proportions and 
allowed to stand, when the mixture soon solidified. The ma- 
terial was crjrstallized from 50 per cent alcohol, when it was 
found to mdt at 186.5®. A nitrogen determination gave : 

Oalcnlatedfor Fbund. 

OmBi«N,0. h n. 

N . . . . 11.11 11.30 11.30 

AeetylmetaMorphenylhenzamidine. — 1.5 g. of acetylbenz- 
imidoethyl ester and 1 g. of metachloraniline on mixing solid- 
ify after some time. The material crystallized from alcohol 
separates in clusters of colorless needles or prisms. It melts 
at 128^-129°. A nitrogen determination gave : 



Foond. 



Oalonlated f or 
OuHuNaOd. 

N 10.27 10.08 



Digitized by VjOOQ IC 



196 THE ACTION OF AMINES 

A portion of the analyzed material was dissolved in diy ben- 
zene, and the solution was saturated with hydrogen chloride, 
when a sticky precipitate separated. The excess of hydrogen 
chloride was expelled by means of a current of dry carbon di- 
oxide. The precipitate, unsuitable for analysis, dissolved 
readily in water, and, on warming up to SO'', colorless needles 
separated. These melted from 118^ to 119^ (acetbenzamide), 
and dissolved readily in dilute sodium hydroxide. The solu- 
tion on standing deposited plates (benzamide). 

ij^-Xylylbenzamidine. — When 2,4-xyKdine and acetylbenz- 
imidoethyl ester were mixed and allowed to stand a long time, 
a solid separated. The material was too soluble to ciystallize 
from alcohoL The alcoholic solution was precipitated with 
dilute potassium hydrate, in order to remove any acetbenz- 
amide, when an oil separated. This, on standing, solidified to 
a mass of prisms. The material was readily soluble in warm 
ligroln, and crystallized in long, colorless needles, melting at 
106°. Nitrogen determinations showed that this is not the 
expected acetyl-2,4-xylylbenzamidine, but that the acetyl group 
had been removed. 



Oaloalatod for CAlcnlatsd for 



Foond. 



Acylamidine AmMiw^ 

Ci,Hi|N,0. CifHteN,. I. XL 

N ... 10.62 12.50 12.34 12.36 

The material dissolved readily in dilute hydrochloric acid, 
and gives a yellow precipitate with platinum chloride. 

Acett/U/S-naphthylbemamidine was formed when )9-naphthyl- 
amine was warmed with acetylbenzimidoethyl ester. The prod- 
uct was crystallized from 95 per cent alcohol, when it melted 
at 137°. A nitrogen determination gave : 



Toond* 



Oftlonlatod for 
CioH,^,0. 

N ....... 9.72 9.64 



Propionylphenylbenzamidine. — When propionylbenzimido- 
ethyl ester was mixed with aniline, the mixture solidified in 
about four or five houra It was crystallized from alcohol. 
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when small, stout prisms of a yellowish-white color were ob- 
tained. These melt at 188"^, and a nitrogen detennination 
gave: 

CakwIaUwi for w^^^a 

C»A«N,0. '^^ 

N 11.11 11.01 

Dry hydrogen chloride led into a benzene solution of this 
acylamidine gave a sticky precipitate. It was dissolved in 
water, and in a few minutes a mass of colorless prisms sep- 
arated. These melted at 98^, and are propionylbenzamide, 
which compound we described in a previous paper. On warm- 
ing this with aqueous ammonia, the material dissolved, and, 
on cooling, plates of benzamide separated, melting at 128^. 

An attempt was made to prepare normalbutyrylbenzamidine 
by dissolving the butyrylbenzimidoethyl ester in dilute alco- 
holic ammonia in the same manner as benzoylbenzamidine was 
obtained. The product obtained, crystallized from water, 
melted at 126*^-127**, and a nitrogen determination gave: 

Oalonlated for Calcwlntod for Fbnnd. 

Bntjiylbensamidine. Benfmide. L n. 

N . . . . 14.7 11.67 11.71 11.74 

The material thus obtained had all the properties of benz- 
amide. It was foimd later that acetylbenzimido and pro- 
pionylbenzimido esters by a similar treatment also give 
benzamide. 

I^rmalbtUyrylpJienylbenzamidine. — Butyrylbenzimidoethyl 
ester reacts with aniline on warming, and the solid thus obtained 
on crystallizing from absolute alcohol separated in the form of 
colorless prisms and melted at 187^. A nitrogen determination 
gave: 

CalonlAted f or v^,^ 

c„H^,a ^*««>- 

N 10.62 10.63 

An attempt to prepare normalhUyrylmetanitrophenylbenZ' 
amidinej by warming metanitraniline and butyrylbenzimido- 
ethyl ester in molecular proportions, resulted in the formation 
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of a yellow varmsh, which has stood for months without 
depositing ciystals. Acetylbenzimidoethyl ester combines 
with isobutyl amine, and propionylbenzimidoethyl ester com- 
bines with allyl amine. Heat is evolved in both cases. The 
products formed are oils which have not been further inves- 
tigated. 

Nbw Hatbm, May, 1806. 
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ON THE NON-EXISTENCE OF FOUR METHENYL- 
PHENYLPARATOLYL AMIDINES.* 

[SECOKD PAPER.] 
Bt H. L. WHESLEB axd T. B. JOHNSON. 

It might be expected that amidines containing two different 
radicals attached to the different nitrogen groups would exist 
in more than one form. For example, theoretically^ two 
structurally different benzenylphenylparatolyl amidines might 
exist: 

C«H,C/ and CeH,cf 

These, since they contain the grouping (R)R'C=N— R", 
might be obtained in the form of geometrical isomerides. 

In the case just cited Pechmann f believed that he obtained 
two isomeric amidines, when, by the action of aniline on 
benzparatolyUmide chloride, he obtained an amidine melting 
at ISS*", while from benzphenylimide chloride and paratolui- 
dine an amide melting at 128'' was formed. These two prod- 
ucts were so much alike in properties and behavior that only 
the difference in the melting-points prevented the recognition 
of their identity. This doubt, however, disappeared when 
Marckwald^ showed that the melting-points are practically 
identical when the amidines are crystallized from absolute 
alcohoL Moreover, the chlorides and picrates agree in melt- 
ing-points. Pechmann § then thoroughly examined a number 
of mixed amidines, prepared by methods which, if the reacting 

* Amer. Chem. Jour., xz, No. 10. 

t Ber. d. chem. Ges., xxtH, 1701. 

t Ann. Chem. (Liebig), ccIxxxtI, d48. 

S Ber. d. chem. Gee., xxyiil, 869, 2963; Ibid, zzx, 1779 and 1788w 
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substances reacted by double decomposition, would have 
yielded isomers, but he found that the resulting amidines 
were invariably obtained in only one form. Then followed 
the surprising result of R. Walther. He described the prepa- 
ration of methenylphenylparatolyl amidine, 

CAN=CH-NHC7H, or C5H,im-CH=NCTHT, 

by four methods. Each method that he tried gave a new 
amidine, according to him, and these amidines were supposed 
to be isomers. 

One of us was induced to examine Walther's products solely 
because his speculations, involving direct double decomposi- 
tion, seemed incredible. The results obtained by crystallizing 
Walther's products have already been published.* 

It was foimd that products melting near the temperatures 
given by Walther could be prepared, but these did not behave 
like pure substances, since on crystallizing a sufficient number 
of times the melting-points rose in each case. In one case 
(I in table beyond) the melting-point finally coincided with 
that of methenyldiphenyl amidine; in another (II in table 
beyond) with methenyldiparatolyl amidine. In the other 
two cases (III, IV) the melting-points became almost 
identical. 

Since these results appeared Zwingenberger and Walther f 
have again published the original paper with the addition of 
a more detailed accoimt for the preparation of the different 
products, and have added along with other material the 
melting-points of the salts they examined. 

In this last article they admit that one of their products 
(III) passes into the other (IV), " durch Erhitzen in Petrol- 
ather." In spite of this fact, previously shown by one of us 
(they ignore the results obtained by crystallization), Zwing- 
enberger and Walther still maintain that these compounds 
are different amidines and that four methenylphenylparatolyl 
amidines exist. The method of preparation of these products, 

• Amer. Chem. Jour., xix, 367. 
t J. prakt. Chem., Itu, 200. 
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the salts and meltiiig-poiBts, as found by these authors, are 
given m the following table: 

Betuits of 2!wingenberger and WaUher. 

ILT.ai M.P.ofPtCl« M.P.OI 
Propantion. Prodnot. Precipitate. Picnte. 

I. By fusing together meth- ^ 

enyldiphenyl amidine V 120° 213** 178*» 
and p-toluidine ) 

n. By warming in alcohols 

methenyldi-^tolylami. C 132° 127°* 209° 
dine and CHaNHj-HCl) 
IIL From formtoluide, anio ^o 207° 196° 



line, and PClg 
From formanil 
uidine, and PClt 



IV. From formMUide, p-tol- > ^^^o 218° 193° 



From the work done by one of us we knew that Walther's 
products I and II contained unaltered methenyldiphenyl and 
methenyldi-;p-tolyl amidines respectively. It only remained 
to mix with these amidines what one might .expect to get, 
f. e., either one of the products obtained in III or IV, to 
solve the mystery of the four methenylphenylpaiatolyl 
amidines. 

Product^ M. P. 120P. — By mixing 8 parts methenyldiphenyl 
amidine (m. p. 135°) with 5.5 parts of methenylphenylpara- 
tolyl amidine (m. p. 98°'101°) and crystallizing this mixture 
once from petroleum ether, a product identical in eveiy respect 
with the so-called methenylphenylparatblyl amidihe of Zwin- 
genberger and Walther can be prepared. The melting-point, 
behavior, appearance, all agree with the material prepared 
according to their directions, and the salts obtained from 
this mixture conform with surprising exactness with those 
prepared by the methods of Zwingenbeiger and Walther. 
(See I a in table beyond.) 

Product^ M. P. ISt^. — By mixing 8 parts methenyldipara- 
tolyl amidine (m. p. 140°) with one part of methenylphenyl- 

* Probably mifprint in Z. and W/s article, and Ib intended for 217o. 
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paratolyl amidine (m. p. OS'^-lOl**), and ciystallizing the 
mixture once from petroleum ether, the so-called methenyl- 
phenylparatolyl amidine of Zwingenberger and Walther» 
melting at about 132°, can be obtained. The close agreement 
of these mixtures with the supposed amidines of Zwingenberger 
and Walther is shown by comparing the following table with 
I and II above : 

MtxturcM Prepared by Us.* 

ItCLPM- 
M.P. dp^a. FferafeB. 



119^-124° 213** 177*>-1789 



I a. 8 parts methenyldiphenyl ^ 
amidine and 5M parts ( 
methenylphenylparatolyl C 
amidine / 

II a. 3 parts methenyldi-^tolyl ^ 

amidine and 1 part meth- f igV^^lSS^ 216® 209* 
enylphenylparatolyl ami- C 
dine / 

From thi9 it is eancludvdy proved that WaUher^a amidines 
melting at \2(f and 132"* are mixtures^ and are therefore to be 

* It iB unnecessary to describe here the yarions mixtures or proportions we 
experimented with. Within fairly wide limits the same results are obtained, 
so that the quantity of solrent is not giyen. A little more of the high-melting 
amidine raises the melting-point of the mixture, while more of the compound 
melting at 08^-101^ lowers the same. It is interesting to note that the lower- 
melting oonstitnent that we used melts lower than the mixture in both cases ; 
no evidence of melting could be detected in the mixture below the figures 
giyen, and that, while the product melting at 98^-101^ usually separates from 
Ugroin or petroleum ether in the form of needles, nerertheless, when mixed 
with methenyldi-p-tolyl amidine, which separates in prisms, only the prisms 
form, at least at first A product prepared according to Walther's fourth 
method, which usually forms prisms, melted at 106^. When mixed with 
methenyldiphenyl amidine gare needles melting at 120^-126^. We now hare 
the explanation of Walther's results, in regard to the different crystalline 
forms of the products melting at 96^ and VfJP. The material simply contains 
small quantities of other amidines which not only affect the melting-point, but 
determine what form shall result, either needles or prisms. 

We will further examine these points later in other cases. What seema to 
be the best explanation of these curious facts is that the amidines form 
isomorphous mixtures, which, as experience teaches us, can only yery slowly 
be separated by repeated crystallisations. 
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stricken from the literature. Since the same methenylphenyl- 
paratolyl amidine can be used in both of the above mixtures, it 
follows that anty one mixed amidine restUte when Walthet^e 
first and eeeond methods are followed. When, in the above 
mixtures, in place of the product melting from 98^ to 101** the 
material prepared according to Walther's fourth method is 
used, almost the same melting-points are obtained both in the 
case of the duplicated ^^anudines" and their salts. It fol- 
lows, therefore, that these products obtained by the third and 
fourth methods contain the same amidine ; that there is there- 
fore no proof of a direct dovhle decomposition in these reactions; 
and that at the present time only one methenylphenylparatolyl 
amidine is known. 

Moreover, it may be stated that Walther determines struc- 
ture by the method of preparation of amidines * in spite of the 
fact that Pechmann has shown, in numerous cases, that this is 
impossible. He states that from f ormanilide, paiatoluidine, and 
phosphorus trichloride the following amidine must be f onned, 
CeHgNH— CH=NC«H4CH^ In other words, the action, accord- 
ing to him, must take place as follows: 

That the reaction does not proceed in this manner is shown by 
the fact that f ormanilide, methylaniline, and phosphorus tri- 
chloride give an excellent yield of methenylmethyldiphenyl 
amidine. Indeed, this appears to be a smoother reaction 
than when primary amines are used (see below) : 

In this case it is impossible for the reaction to proceed as 
Walther states. 
This reaction in the case of primary amines is altogether 

• J. prakt Chem.^ It, 43; Ibid., lyii, 229. 
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too violent to be used to decide delicate cases of isomerism. 
Indeed it takes place with such energy that it has never hap- 
pened in our work that the products obtained by one and the 
same method show even approximate agreement in their 
melting-points on crystallizing the same number of times. In 
one case in an attempt to prepare Walther's amidine melting 
at 98^, a product was obtained^ which, after seven crystalliza- 
tions from ligroln, did not melt above 86*". In another at- 
tempt to prepare Walther's product melting at 102"*, the only 
approximately pure product we could isolate was an amidine. 
This, however, did not melt at 102**, after five crystallizations, 
but from 184^ to ISS"". If the compound had separated in the 
form of needles, it would have been identified as methenyldi- 
phenyl amidine; it was, however, probably methenyldipara- 
tolyl amidine, but the quantity was too small to enable us to 
decide this point Again, in one preparation of the com- 
pound melting at 102^ a product was obtained that melted 
at 105^ 

The conclusion from these results is that Walther's ami- 
dines said to melt at 98^ and 102^ (none of his amidines, as 
obtained by us, melted sharply), undoubtedly contain more 
or less of these impurities which caused the observed varia- 
tions in melting-points. 

Eight years ago it was found by Comstock and Wheeler, 
although the results were not published, that phenylform- 
imidomethyl ester and metanitraniline gave the same methenyl- 
phenylmetanitrophenyl amidine as metanitrophenylf ormimido- 
methyl ester and aniline. Since these reactions take place at 
ordinary temperature, this method of studying possible iso- 
mers here is by far the best that has yet been employed. We 
propose to prepare methenylphenyl-p-tolyl amidine by similar 
methods, and determine how &kr the pure product differs from 
Walther's compounds.* 

* Since the abore was writteD, we hare prepared this amidine bj these 
methods, and find that it melts at 86^, and also that all the products described 
by Walther as methenylphenyl-/>-tolyl amidines are, without exception, 
mixtures. 



Digitized by VjOOQ IC 



METHENYLPHENYLPARATOLYL AMIDINES. 205 

Methenylmethylphenylamide'f'henylimidine^ C%Hi{ CHt^N-^ 
CH=NC^^. — This amidine has been prepared now by three 
methods. 

L It was first obtained by Comstock and Wheeler • by mix- 
ing monomethylaniline with methylisofonnanilide. 

II. It has been obtained by us by adding a mixture of 
monomethylaniline and formanilide, in molecular proportions, 
to an excess of phosphorus trichloride. After the reaction 
the excess of phosphorus trichloride was poured off, and the 
residue treated with pounded ice. On standing the material 
dissolved, and to the cold solution cold sodium hydroxide was 
added. This precipitated an amber-yellow oil, which was 
extracted with ether and dried over calcium chloride. The 
ether was then evaporated, and the oil distilled at 25 mm. 
pressure. It began to boil at about 95"*, then the temperature 
rapidly rose to 219*", when from 219*" to 220"* all but a few drops 
of material was collected. The first portion contained unal- 
tered (?) material, while the portion boiling between 219"* and 
220^ consisted of almost pure amidine. From 10 g. of forman- 
ilide, 4.5 g. of low-boiling, and 12.1 g. of material boiling 
within one degree were obtained. The material thus ob- 
tained had a slight odor of phenylisonitriL It was redistilled 
at 80 mm. and again at 26 mm. pressure. That it was not 
decomposed by this treatment is shown by the fact that it 
boiled constantly at this pressure from 218.5'^ to 219^. It still 
had an odor of isonitril, but this was present only in veiy 
small quantity. 

III. In spite of the failures of Zwingenbeiger and Walther 
to prepare this amidine from methenyldiphenyl amidine by the 
action of methyl iodide, it can also be obtained in this way, 
but the preparation by this method is not to be recommended, 
as the yield, as determined by one experiment, is not good. 
We observed its formation when 10 g. of methenyldiphenyl- 
amidine were heated with an excess of methyl iodide to 135^- 
140** for seven hours. After evaporating off the excess of 
methyl iodide, a sticky, colorless residue was obtained. 

« Amer. Chem. Jour^ xiii, 518; Beilatein [8], iL 846. 
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This was shaken thoroughly with ether and water. The 
ether took up the color and the aqueous solution was only 
pale yellow. A solid residue remained that did not dissolve. 
This proved to be the hydrogen iodide salt of unaltered ami- 
dine. The aqueous solution was treated with cold sodium 
hydrate, and the resulting oil ' separated, dried, and distilled 
at 80 mm. pressure; 2 g. of colorless oil came over below 
226"", mostly dimethylaniline, then 8.5 g. of material, the 
greater portion distilled constantly at 226% while above this 
1.8 g. of thick oil remained. The portion boiling at 226^ 
was not pure, however ; it had the odor of isonitril, and de- 
posited on standing, or when treated with ligroln, ciystab of 
unaltered methenyldiphenyl anudine. The ligroln solution 
gave the salts described below. 

Methenylmethylphenylamide-phenylimidine prepared by any 
of these three methods is a pale yellow, almost colorless, oil 
which in a freezing-mixture (—15^) gets thick and pasty, 
but could not be solidified. It is readily soluble in cold 
petroleum ether and the ordinary solvents. When concen- 
trated hydrochloric acid is added to the oil, it gives the solid 
hydrochloride. 

The Hydrochloride^ CuRnN^ffCl. — This is best prepared 
by dissolving the amidine in petroleum ether and passing in 
diy hydrogen chloride. The precipitate crystallizes from ab- 
solute alcohol in large transparent colorless rhombohedrons 
or thick tables. It melts with decomposition at about 228^. 
A chlorine determination in the same prepared from the ma- 
terial obtained by the second method gave : 

Cftleolated for «^ , 

CwHuirtHOL '"™*' 

CI 14.4 143 

This salt is very soluble in water, and decomposes on stand- 
ing in alcoholic solution. 

The Oold Chloride Double Salt, OuRuNtEOlAu CZ„ has well- 
characterized properties, and easily serves to identify the ami- 
dine. It separates from alcohol by adding water in yellow. 



Digitized by VjOOQ IC 



METHENYLPHENYLPARATOLYL AMIDINES. 207 

six-sided plates with growth markings parallel to the edges. 
Prepared from material obtained by any of the above methods, 
it melted sharply at 145® (as previously described). A por- 
tion made from material obtained by the second method above 
gave the following result: 



Oaloolated for 
Oi«HuN,H01.AaOV 



Found. 



Au (196.7) . . 36.7 36.3 

Nbw Hayxh, October 20, 1898. 



Digitized by VjOOQ IC 



ON THE REARRANGEMENT OF IMIDO-ESTERS.* 

Bt H. L. wheeler and T. B. JOHNSON. 

The fact that the silver salts of the amides give imido-esters 
with alkyl halides was observed simultaneously, in the year 
1890, by Tafel and Enoch f and by Comstock.} As we had 

occasion to prepare ethyl phenylimidoformate, HC\^p„*, 

by their method, and, wishing to avoid the slow process of 
warming silver formanilide suspended in ether with ethyl 
iodide for several days, we heated a portion of the silver salt 
to 100° in a closed tube with an excess of ethyl iodide. An 
oil was thus obtained which did not contain a trace of the ex- 
pected imido-ester. The entire reaction-product was JV^thyl- 
formanilide, 

N<^*^* 

In order to assure ourselves that our material was not at 
fault, we boiled another portion of the same sample of silver 
salt, in an open vessel, with an ether solution of ethyl iodide, 
and got an excellent yield of the sought-for isomeric imido- 
ester. 

This " tautomeric " reaction of the silver salt with ethyl 
iodide is remarkable, since the difference of conditions in the 
two cases cited is so smaU, — a difference of temperature less 
than 65° and only slight increase in pressure in the case of the 
reaction in the closed tube.§ 

• Amer. Chem. Jour., xxi. No. 3. 
t Ber. d. chem. Ges., xxiii, 103 and 1550. 

t Ibid., xxiii, 2274 and R. 659 ; also Amer. Chem. Jour., xiii, 614. 
§ These striking results show that the method of preparation of a com- 
pound proves nothing in regard to its structure, and that arguments con- 
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Another portion of the same salt was heated again in a 
closed tube to 100*", as in the previous experiment, except 
that in this case a little less than the calculated amount of 
ethyl iodide was used, when little or no imido-ester was 
obtained. 

These fitcts suggested that in the case of the reactions in 
the closed tube we have not a single reaction but a set of reac- 
tions. The first and intermediate product, the imido-ester, 
imder the conditions of the experiment, reacts further with 
the ethyl iodide to give iV^thylf ormanilide. This must take 
place by addition in either of tiie following two ways : 

HC— jl i 

\OC,H, Z^*^* ^0 



Hcf ^il 



iC,H, 



That is, ethyl iodide is either added to the carbon and nitrogen 
that are doubly linked together, or entirely to the nitrogen, 
and then separates again in another manner, as indicated by 
the dotted lines. 

That this is the course of the reaction is shown by the fact 
that benzimidoethylester, prepared by Pinner's method from 
benzonitril, when heated with ethyl iodide at 100"*, gives 
practically nothing but ethylbenzamide : 

ceming stmctnre, based solely on the compounds fonned in a reaction, hare 
no weight In the sodium salts of the amides the metal is uniTersally 
represented as attached to nitrogen simply because these salts give nitrogen 
alkyl compounds with alkyl halides. That the metal is attached to nitrogen 
in these compotmds is improbable. The above reactions show that slight 
changes in conditions may produce opposite results, and the difference in 
conditions when alkyl halides act on sodium salts on the one hand and on 
silrer salts on the other, is certainly great — greater, at least, than is neces- 
sary to produce the opposite results in the case of the same material, t. e., 
the tilTer salts. 

TOL. IL — U 
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The reaction taking place as shown above has the effect of 
simply transferring the ethyl from its union with oxygen to 
the nitrogen* 

The tautomeric reaction in these cases^ as in others, is un- 
doubtedly nothing but a reaction by addition. 

The above cases are the first that have been observed where 
a silver salt of an acyclic amide, anilide, or imido-ester gives 
nitrogen derivatives with alkyl iodides.* The behavior of 
the silver salts and imido-esters with alkyl halides imder 
pressure and at a somewhat elevated temperature is analo- 
gous to their behavior with acyl chlorides in the cold. It 
was shown in previous papers f on the compounds in ques- 
tion, that the silver and mercuiy salts of the anilides, and the 
corresponding imido-esters give the same diacylanilides, and 
that nitrogen-substituted derivatives resulted in each case. 

The above action of ethyl iodide on silver formanilide ex- 
plains the behavior of acyl chlorides with the silver salts — a 
"tautomeric" reaction when compared with our previous 
knowledge of the action of alkyl haUdes. It would seem that 
silver formanilide, for example, reacts, giving an acyl deriva- 
tive, as follows : 

A. B. 

.NCeH, ^NC.H. N-COCH, 

HCf -> HCf -^ HCf^ \ 

^OAg ^O.COCH, ^0 



ICl 
|COCH,i 



* Pinner, in his work " Die Imido&ther/' states that an attempt to replace 
the imide hydrogen in benzimidoisobutylester by heating the ester to 100^ 
with ethyl iodide led to no result. He obtained an abundant separation of 
cyaphenin with a smaU amount of resin. This result was probably due to 
the fact that Pinner's ester was not purified by distiUation under diminished 
pressure. When these esters are thus purified some of them do not decom- 
pose, but can be distilled at ordinary pressure, as shown by Bushong, Amer. 
Chem. Jour., xviii, 490, and in previous papers from this laboratory. 

t Wheeler and Boltwood, Amer. Chem. Jour., xriii, 881; Wheeler and 
McFarland, Ibid., xyiii, 640; Wheeler, Ibid., xviii, 695; Wheeler and Walden, 
Ibid., xix. 129; Wheeler and Metcalf, Ibid., xix, 217; Wheeler, Walden, and 
Metcalf , Ibid., xz, 64. 
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The first acyl derivative (A), being unstable, reacts further 
by addition as above (B), tlien acetyl chloride separates, the 
H COCH, 

stable form, 0=C— N— C«He, resnlts. The curious fact that 
silver benzamide gives with benzoyl chloride benzonitril and 
benzoic acid, and not dibenzamide, confirms this supposition. 
The first reaction of the silver salt is a direct replacement of 
silver by the acyl group. This arrangement being unstable 
the compound formed decomposes as follows: 






It may, however, be stated in general that compounds of the 

formula BOC=N are more or less unstable, and readily pass 

into the isomeric form 0=C— N— R. The ease with which 
this takes place depends on the character of the groups R, R', 
and R''. It is therefore not improbable that with suitable 
groups and the proper regulations of conditions pseudoamides, 

R'C^^^, and imidoacylanhydrides, I^'C\^^^^„ which at 

present are unknown among acyclic compounds, may be 
prepared. 

Experimental Part. 

N-Hthylformamlide from Stiver Formanilide. — 25 g. silver 
f ormanilide dried over sulphuric acid and which on analysis 
gave 47.86 per cent of silver (calculated 47.41 per cent), 
were heated with 22 g. of ethyl iodide* to 96^-100® for six 

* In the experiments in closed tabes we inyariably weighed our ethyl 
iodide in a thin glass tabe, which was sealed up as soon as weighed. This, 
with the imido-ester» was introduced into the larger tube used in heating, and 
after this tabe had been sealed and cooled, the smaUer tube was broken by 
shaking. In this way we aroided loss by eraporation, and the otherwise 
onaToidable separation of iodine that always accompanies the sealing of 
tubes containing ethyl iodide. 
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hours. An oil resulted which was extracted from the silver 
iodide by means of dry ether. This gav^ on distilling, a 
product boiling from 257° to 267°. (Ethyl phenylimidofor- 
mate boils from 213° to 216° at ordinary pressure.) This oil 
was twice distilled. It evidently decomposes to some extent. 
Two fractions were finally obtained. The first, which was 
clear and colorless, boiled from 259° to 263° ; the second from 
263° to 266° (barometer 772 mm.), the whole material boiling 
within 7°, except a small residue left in the distilling-bulb. 
The absence of ethyl phenyUmidof ormate was shown, not only 
by the boiling-point of the material, but also by mixing with 
ortho- and paratoluidine, when no amidides were found. A 
nitrogen determination in the clear, colorless, inodorous oil 
(no isonitril odor, hence entire absence of f ormaniUde) gave : 

Caleiilatod for -m,,^,,^ 

HCONCA.CA. ^^^ 

N 9.40 9.70 

The material is therefore isomeric with the expected ethyl 
phenylimidoformate. Pictet and Cr^pieux* give the boiling- 
point of ethylformanilide as 258° at 728 mm. The fact that 
our material boiled, for the most part, higher than this is due 
to the difference in barometic pressure. 

That our material was ethylformanilide is shown by the 
fact that on wanning with hydrochloric acid and a little 
alcohol the formyl group separated as ethyl formate, and the 
resulting solution, on evaporation to dryness, gave a crystal- 
line residue which, when pressed on paper and (hied in the air, 
melted (not sharply) at 173°. Reynoldsf states that the melt- 
ing-point of ethylaniline hydrochloride is from 172° to 175°. 
This, on dissolving in ice-water, gave, with potassium nitrite, 
the characteristic nitroso-compound of ethylaniline. There 
is, therefore, no doubt, that the entire reaction-product was 
ethylformanilide. 

In order to determine whether the silver salt of formanilide 
reacts more readily with ethyl iodide than the imido-ester 
under the conditions of the reaction in the closed tube, we 

• Ber. d. chem. Ges., zxi, 1108. t Jour. Chezo. Soc, Ixi, 46& 
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heated 15.45 g. of silver formanilide with 9.6 g. of ethyl 
iodide (about 1 g. less than molecular proportions) to the 
same temperature and for the same length of time as in the 
previous experiment. This gave an oil, but not a trace came 
over at the boiling-point of the imido-ester. It began to boil 
at about the same temperature as the product of the previous 
experiment, but the quantity was too small to give a constant 
boiling-point. The first few drops that came over were mixed 
with aniline, and then sufficient diphenylformamidine for a 
melting-point determination was obtained. This shows that 
ethyl phenylimidoformate is more readily acted on in closed 
tubes than the silver salt. 

In another experiment 25 g. of silver formanilide, the 
same preparation as that used above, and considerable excess 
of ethyl iodide, were warmed in ether for three days on the 
water-bath; not all the salt was acted on at this time, but, 
nevertheless, we obtained about 8 g. of ethylphenylimidofor- 
mate, boiling from 218*" to 217''. The higher boiling material 
was by far the smallest part. This, decomposed with hydro- 
chloric acid and evaporated to dryness, gave a solid mass 
which was taken up in water, filtered from resin, and then 
nitrous acid precipitated the nitroso-compound of ethylani- 
line. It seems, therefore, that ethyl phenylimidoformate suf- 
fers rearrangement, to some extent, at ordinary pressure and 
at the temperature of boiling ether. 

N'Ethylhemamide from Ethyl Imidobemoate. — 10 g. of 
ethyl imidobenzoate and 16 g. of ethyl iodide were sealed 
up and heated to 100° for eight hours, then two or three 
hours at 130** -160**. The contents of the tube, after evapo- 
ration of the ethyl iodide, distilled almost entirely from 176® to 
184** at 20-21 mm. pressure. A few drops distilled below 
176**. This proved to be benzonitril. The chief product, 
weighing about 7g., was redistilled at ordinary pressure, when 
it practically all boiled from 295° to 296°. This perfectly 
colorless oil deposited some crystals. The whole was then 
taken up in benzene and filtered from a small amount of 
material crystallizing in plates and melting from 123** to 126° 
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(benzamide (?)). The benzene solution was evaporated and 
tiie oil ledistiUed. It boiled from 295"^ to 298'' and, on stand- 
ing over night, deposited a mass of thick, colorless prisms. 
These, pressed on paper and freed from a little inodorous' oil, 
melted from 69° to 70°. (The oil is perhaps 

It will be investigated later.) The material was ciystallized 
from dilute alcohol, when beautiful, long, flattenedf colorless 
prisms developed from the oil which first separated. These 
melted at about 69°. The melting-point of ethylbenzamide is 
usually given as 68°-69°. A nitrogen determination gave the 
result I, below. 

In another experiment, when an excess of imido-ester was 
used, the quantity of ethyl iodide being in the proportion of 2 
molecules of the ester to 1 molecule of the iodide, the chief 
product boiled from 298° to 299°. This was analyzed without 
being allowed to stand. It was free from crystals at first, but 
on standing solidified. The result on analysis (11, below) 
shows that it is practically identical with the solid I. 

Oaloobted for Voond. 

OACONHCA- I- n. 

N 9.40 9.11 9.47 

The melting-point, appearance, behavior, and analysis 
therefore agree with those of ethylbenzamide, but Gattennann 
and Schmidt* give the boiling-point of this compound as 
256°-260°. To settle this point we prepared ethylbenzamide 
by the Schotten-Baumann reaction, and found that with 14 g. 
of material the entire product boiled at 762 nun. pressure from 
298° to 300°. This material is identical with the product from 
ethyl imidobenzoate in all its properties, and the boiling-point 
given by the above authors is far from correct. 

A quantitative determination of the products formed in the 
latter of the above experiments was made as follows : When 

* AniL Chem. (Liebig), cczlir, 60. 
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15 g. of ethyl imidobenzoate (2 molecules) were heated in 
a closed tube with 7.85 g. of ethyl iodide (1 molecule) for 
eight hours, a somewhat thick oil or solution resulted which 
contamed minute crystals in suspension. The contents of the 
tube were diluted with dry ether, and the turbid solution fil- 
tered. The melting-point of the needles, after they were 
washed with ether, showed that the material was a mixture or 
impure. It showed signs of melting at 120° and was com- 
pletely melted at 208°. It had the appearance of cyaphenin. 
The quantity of this material was insignificant, less than 0.2 g. 
On evaporating the ether solution an oil was obtained which 
was distilled at 18-19 nmi. pressure. Three portions were 
then obtained: (1) below 170% Ig.; (2) 170°-178% 9.1 g. ; 
and a residue in smaller quantity above 178°, which soon 
solidified on cooling. 

The first fraction proved to be mostly benzonitril; the 
second or greater portion was redistilled at 762 mm. pressure, 
when it practically all boiled from 298° to 299°. It was ob- 
tained as a strongly refracting colorless oil which, on stand- 
ing, soon solidified, but not completely, giving beautiful large 
crystals of ethylbenzamide. The residues from this distilla- 
tion and that from the distillation under diminished pressure 
were dissolved in ether and the ether then evaporated. This 
residue weighed 4.5 g. It appeared to consist of a mixture of 
benzamide and ethylbenzamide. It melted at about 60°. The 
material, ciystallized from benzene, melted from 120° to 126°. 
On ciystallizing from water it separated in the form of plates 
and melted at 128°. The quantities of the different products, 
formed in the above experiment, is therefore about as follows: 

o. 

Benzamide and ethylbenzamide 4.5 

Ethylbenzamide (and diethylbenzamide (?)) . 9.1 

Benzonitril 1.0 

Cyaphenin 0.2 

From this it is apparent that the chief reaction is a rear- 
rangement of the ethyl group from oxygen in the imido-ester 
to the nitrogen. 
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The formation of benzamide is to be explained by the 
decomposition of ethyl imidobenzoate hydriodide, which is 
known to decompose into ethyl iodide and benzamide when 
heated. The formation of this ethyl imidobenzoate hydrio- 
dide is due to the separation of hydriodic acid from the addi- 
tion-product which, as above stated, must be formed as an 
intermediate product The reaction of ethyl iodide on ethyl 
imidobenzoate, therefore, proceeds in two ways, or, in other 
words, the primary addition-product separates chiefly ethyl 
iodide (I, below), and to a lesser extent a portion decom- 
poses separating hydrogen iodide (II), which then xmites 
with the unaltered imido-ester: 

I. n. 

/CjHj C2H4 



f^y^l and ^^i 






H 



CeHjC \ 
\OC2H5 

The ethyl ethylimidobenzoate resulting from the decom- 
position II is then rearranged with ethyl iodide yielding 
diethylbenzamide, or remains unaltered, so that one or both 
of these compounds constitute the oil which accompanies, in 
small amount, the crystals of ethylbenzamide. 

Diethylbenzamide is known to be an oiL The other com- 
pound, ethyl ethylimidobenzoate, has not yet been prepared. 

We are now engaged in preparing this and similar com- 
pounds, in order to determine more positively what the by- 
products in these reactions are, and we intend to examine 
the rearrangement of other imido-esters, in general, more 
thoroughly. We wish to reserve this field for ourselves. 

New Hayen, November 1, 1898. 
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ON THE REARRANGEMENT OF THE 
THIONCARBAMIC ESTERS.* 

Bt H. L. wheeler and BAYARD BARNES. 

Ik the year 1849 Debus f found that when xanthogenamide, 
sulphourethane, sulphocarbamic ethyl ester or ethyl thionear- 
bamate ^ is heated, it is decomposed into ethyl mercaptan and 
cyanuric acid. This is, perhaps, not what would be expected 
of a compound having the structure HsNCS.OdHs. Its 
structure is shown, however, by its method of preparation 
from the zanthogenic esters and ammonia: 



C,H,OCS.jSC,H, HINH, = C,H60CS.NH, + HSCHj. 

With alkali it is decomposed normally, according to Debus,§ 
into alcohol and sulphocyanate. C. Liebermann,|| comment- 
ing on this behavior in 1881, states : " Es ist nicht unmoglich, 
dass man diese Reaction durch eine Umlagerung vielleicht in 
das von Salomon IT entdeckte carbonylsulfathylamin [ethyl 
thiolcarbamate HaNCO.SCjiHs] erklaren muss, wofiir auch der 
Umstand spricht, das die einmal begonnene Reaction von 
selbst fortschreitet." 

Liebermann, however, did not test this explanation or 
assumption. 

It seemed to the writer that if the thioncarbamic esters are 
capable of rearrangement into the isomeric thiol derivatives 
this reaction would be aided by alkyl iodides. The iodides 

» Amer. Chem. Jour., xxU, No. 2. t Ann. Chem. (Liebig), Ixxii, 18. 

t In naming these snbBtances the writer has employed the Geneva nomen- 
clatnre tkion and thiol. By this means the position of the sulphur can best be 
indicated, thion being used for compounds containing the group — CS.OR, and 
thiol for those containing the group -CO.SB. 

S Ann. Chem. (Liebig), Izxy, 149. U Ibid., cc7ii, 166. 

1[ J. prakt Chem. [2], yii, 260. 
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would unite with the esters f onning, at least, an inteimediate 
addition-product — somewhat analogous to the sulphonium 
compounds — which would then give up alkyl iodide in another 
manner. 

This seemed probable, as Jean jean * found that dithiocar- 
bamic ethyl ester gives a crystalline compound with ethyl 
iodide, H,NCS.SC,H« + C,H,I, while the work of Clau8,t 
Bemthsen,^ Wallach,§ and others has shown that the thio- 
amides in general form similar addition-products with alkyl 
halides. 

We therefore heated 10 g. of ethyl thioncarbamate with 
5 g. of ethyl iodide for a number of hours in a sealed tube, 
at 92^-96^. On cooling and opening the tube ethyl mer- 
captan and a compound having the properties of cyanuric 
acid were obtamed. Under these conditions the reaction had 
proceeded as Debus found when the amide was submitted to 
distillation. Evidently this treatment was too energetic 

We then tried the action of ethyl iodide at ordinary tem- 
perature, when it was f oimd that the rearrangement took place 
readily. 

With methyl iodide the rearrangement is most striking. 
When methyl thioncarbamate (methyl xanthogenamide), 
melting at 43**, is mixed with a molecular proportion of 
methyl iodide, it dissolves, the temperature of the solution 
sinks, and then in a few minutes becomes warm enough to 
boil off the methyl iodide, and the whole solidifies to a shin- 
ing mass of flattened prisms or plates. The material, after 
this treatment, melts at lOSMOT"*, and is, in fact, methyl 
thiolcarbamate, the carbonylsulfmethylamine of Blankenhom.|| 
The methyl group has been transferred from the oxygen to the 
sulphur, and the thion compound has been transformed iato a 
thiol: 

• Jahresb. (1866), 501. t Ber. d. chem. Ges., viii, 41. 

I Ann. Chem. (Liebig), czcii, 66. § Ber. d. chem. Ges., zi, 1694. 

II J. prakt Chem., zyI, 879. 
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This interestmg leariangement is undoubtedly the result of a 
series of reactions, the alkyl iodide separating into its constit- 
uents, alkyl and iodine, the constituents being added to the 
sulphur, and then separating alkyl from the oxygen along 
with iodine from the sulphur. This, perhaps, is best shown 
by the behavior of ethyl thioncarbamate (ethyl xanthogen 
amide) with methyl iodide, the action taking place with the 
same ease as with the methyl compound. This may be repre- 
sented in either of the following two ways : 

\SCH, ' 

That is, either the alkyl iodide forms a tetravalent sulphur 
addition-product or it is added to the double union between 
sulphur and carbon. At any rate, from ethyl thioncarbamate 
and methyl iodide, methyl thiolcarbamate and ethyl iodide are 
obtained. 

We have prepared a series of thioncarbamic esters and find 
that they all undergo this change easily with alkyl iodides. 
This rearrangement, moreover, is not confined to the action of 
iodides. Ethyl bromide, and even ethyl chloride, converts 
ethyl thioncarbamate into ethyl thiolcarbamate. 

It might be expected now that ethyl thioncarbamate with 
ethylene bromide would give the compound 

H,NCO.SCH,.CH,.Br. 

This, however, is not the case. As commonly observed with 
ethylene bromide, both halogens react at once, and the ethyl- 
ene ester of thiolcarbamic acid results, 

H,NCOSCH,CH,SCONH„ 

along with ethyl thiolcarbamate, the latter resulting from the 
action of ethyl bromide which is evolved in, the reaction. 
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George Pinkus,* in his work on the action of trimethylene 
chlorobromide on thioamides, obtained, in the case of xantho- 
genamide, a product to which he assigns the empirical f oimola 

C,H.N0S1I±C1. 

He states that in the reaction ethyl bromide was evolved and 
the product melting from 102° to 103° gave with potassium 
hydrate an offensive odor. It is now evident that in this 
experiment Pinkus had effected a rearrangement of the 
xanthogenamide without recognizing it, and that his product 
corresponds to a mixture of equal parts w-chlor- and w-brom- 
propyl thiolcarbamates. 

We have found that ethyl thioncarbamate reacts readily 
with chloracetic acid and other halogen compounds. These 
reactions will be described in a later paper. At present 
we have not examined the substituted thioncarbamic esters 
RNHCSOR' and RNR"CSOR', but we intend to do this later. 

The above rearrangements, taking place as they do at 
ordinary temperatures, alter our views in regard to the 
structure of certain salts of thio- or sulphocarbamic acids. 
Neither thioncarbamic acid, HaNCS.OH, or thiolcarbomic 
acid, HaNCOSH, is known, and according to Beilstein f only 
salts of thiolcarbamic acid have been obtained. 

The formation of the ammonium salt, when carbon oxysul- 
phide and ammonia combine, % is represented as follows : 

COS + 2NH, = H,NC0.SNH4. 

This thiol structure was established by the work of Fleischer,§ 
who found that the salt gives with ethyl bromide at 100^, 
ethyl thiolcarbamate. Fleischer, therefore, concluded that this 
result settled his controversy with Claus,|| who considered 
the compound a thion derivative. Previously, KretzschmarT 
assigned the thiol structure to this salt, chiefly because it 

* Ber. d. chem. Ges., xxvi, 1077. t Handbuch d. org. Chem. [8], i, 126a 
X Berthelot, Jahresb. (1868), 160. § Ber. d. chem. Ges., ix, 991. 
II Ibid., uc, 72a \ J. prakt Chem., tU, 476. 
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gives urea and hydrogen snlphide when heated. Schmidt* 
came to the same conclusion. 

Since now the action of ethyl bromide cannot be used to 
distinguish between a thiol or thion structure in this class of 
substances, it seems to the writer that the view of Claus is 
the best ; t. «., the ease with which this salt is desulphurized 
points to the formula H8NCSONH4. This view is confirmed 
by the fact that HsNCS.OC,H» is readily desulphurized by 
silver nitrate, while HjNCOSCtHt gives a stable silver salt. 

The action of ethyl bromide on this salt is therefore to be 
represented in precisely the same manner as shown above in 
the case of the thioncarbamic esters : 



x,S x^S.CsHsjBri 

O.NH4 OiNH4 



/SC,H» 
O 



The questions now arise: Is this reaction a general one 
for thion compounds? Will compounds of the structure 
ROCS.OR give ROCO.SR, and ROCS.SR be transformed 
into RSCO.SR? Do the salts of the thioncarbonic acids 
react tautomerically with alkyl halides? 

With the exception of the above series and the alkyl sul- 
phur derivatives of carbonic acid, little is known of the thion 
compounds containing the grouping — CS.OCaH,. One salt 
of thionethylcarbonic acid has been described. Klasonf states 
that carbon sulphochloride, CSCl,, and sodium ethylate give 
CiHgOCSONa. With this exception it is noteworthy that 
all the salts of thio- and dithiocarbonic acids hitherto de- 
scribed have the thiol structure assigned to them. 

This work also suggests that under suitable conditions a 
rearrangement may perhaps be expected in the case of tetra- 
valent sulphur compoimds; for example, a shifting of alkyl 
from oxygen to sulphur may be expected in the case of the 
esters of the sulphinic acids thus giving sulphones: 

R — Sv ""^ RaS>N. • 

OR ^0 

• Ber. d. chem. Gee., z, 191. t Ibid., zz, 2384. 
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The alkyl sulphites may be transf oimed into alkyl sulphonic 
esters, etc. 

C,H,0-SO-OC,H, -► C,H,SO,O0A- 

Preliminaiy experiments by Mr. T. B. Johnson with ben- 
zenesulphinic ethyl ester and by Mr. R. J. Donnelly with 
ethyl dithiocarbonatef CaHiOCSSCsHs, show that these com- 
pounds are not transformed under the same conditions as the 
thioncarbamic esters, there being little, if any, tendency of the 
former, less positive, molecules to undergo change with ethyl 
iodide.* 

In the case of the alkali and ammonia salts of thioncarbonic 
acid the molecule is even more positive than in the case of 
the thioncarbonic esters ; therefore it appears that these com- 
pounds should react tautomerically. 

We wish to reserve for this laboratory the examination ot 
these questions and the study of the rearrangement of thion 
derivatives with organic halogen compounds in general, and 
work along these lines is now in progress here. 

Experimental Part. 

The thioncarbamic esters were prepared in the usual man- 
ner by the action of ammonia on the dithiocarbonic esters, 
and the latter were prepared by means of ethyl bromide from 
the potassium xanthogenates. 

* It seems that basicity plays an important part in these addition reactions 
It is probably due to the basicity of the molecules that the salts of the snl> 
phinic acids gire sulphones, and that the salts of sulphurous acid gire the 
unsymmetrical deriyatires with alkyl halides. Owing to the acid character 
of the molecules, it appears improbable that the nitrites wiU be changed to 
the nitroparaffins by alkyl iodides. In the case of the more positire salts of 
nitrous acid, which act tautomericaUy, the behavior is precisely what would 
be expected of an addition-reaction. The higher alkyl iodides, which in 
general have less tendency to take part in addition-reactions, owing perhaps 
to stereochemical interference, give chiefly nitrites with these salts, while in 
the case of the lower halides the nitroparaflkis result. In this connection the 
inertness of /3-ethozycrotonic ethyl ester may be mentioned. This compound 
can be heated with ethyl iodide for hours at 170^-180^ without behig con- 
Terted into ethyl acetoacetic ester, and it can be boiled with benzoyl cUoxide 
and recovered unaltered. 
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Methyl Thiolearhamate from Methyl Thioncarbamate. — 1 g. 
of the latter was mixed with 1.5 g. of methyl iodide. On 
dissolving the solution became cool, then warm, and the 
product separated in a solid mass of crystals melting at 105^- 
107^ On crystallizing from water it melted at lOT^-lOS"*. 

Blankenhom* obtained this compound from potassium 
sulphocyanide, methyl alcohol, and hydrochloric acid, but 
probably not in a pure condition, since he states that the 
melting-point lies betweeen 95° and 98°. In all other respects 
our compound agrees with Blankenhom's description. In 
20 per cent alcoholic solution it gave a yellowish-white, curdy 
precipitate with silver nitrate. Platinum chloride gave an 
orange-yellow, mercuric chloride a white, and cupric sulphate 
a dirty white precipitate. These precipitates did not alter on 
standing. 

Methyl thiolcarbamate is easily soluble in ether and in 
alcohol, but less readily in water, from which it separates in 
large, shining, colorless plates that have a talc-like consist- 
ency. It is somewhat volatile with steam. Warmed with 
aniline, it evolves methyl mercaptan and ammonia and 
diphenylurea remains. Hiis carbamate is identical in every 
respect with the following: 

Methyl Thiolcarbamate from Ethyl Thioncarbamate. — The 
ethyl thioncarbamate used in this and other experiments melted 
at from 40° to 41° and not at 88°, as stated by Salomon-f It 
was purified by dissolving it in ether and precipitating with 
petroleum ether, when it was obtained in beautiful, square, 
thick tables. 

When 5.5 g. of this material were dissolved in 10 g. of 
methyl iodide, the solution became cold, but on standing a 
few minutes heat was evolved, and a mass of plates separated. 
On crystallizing these from water they melted at 107°-108°. 
A nitrogen determination gave the following result: 

Oaloultttod for vm«ji 

H^CO.BCH.. HiNCOBOA- ^^^ 

N 16.38 13.33 15.84 

• J. prakt. Chem. p], xvi, 375. t Ibid. [2], viii, 115. 
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It was found that the melting-points of methyl and ethyl 
thiolcarbamates are identical ; they melted side by side at the 
same temperature in the same apparatus. In order, therefore, 
to confirm our analytical result and prove that methyl and 
not ethyl thiolcarbamate results in this reaction, Mr. W. M. 
Saunders performed the following experiment to determine 
whether our product with aniline gives methyl mercaptan (a 
gas) or ethyl mercaptan (a liquid boiling at 36**), and also to 
identify the products of the reaction. 2 g. of the product 
obtained by acting on ethyl thionoarbamate with methyl iodide 
were heated with about 2 molecules of aniline to 160^ in an 
oil-bath, when over 350 c. c. of gas was obtained which was 
collected over water. Ammonia and the odor of mercaptan 
were noticed. The gas passed into a solution of mercuric 
cyanide gave a finely divided white precipitate, which, purified 
by means of alcohol, in which it is very difl&cultiy soluble, 
melted with decomposition at ITO^-ITS**. The residue left 
on heating was crystallized from alcohol, when diphenylurea 
was obtained melting at 234° -236°. There is, therefore, no 
doubt that methyl thiol carbamate is formed in the above 
reaction, and the action with aniline proceeds as follows: 

/ jNift, HiHNCeH, ^ NHCeH, 

CO = CO +CHaSH + NH,. 

\ |rar HJHNC.H, \ NHCeH, 

Ethyl Thiolcarbamate from Ethyl Thioncarhamate. — When 
a portion of ethyl thioncarhamate (xanthogenamide) was dis- 
solved in ethyl iodide, and the solution allowed to stand, a mass 
of silver-white plates remained after spontaneous evaporation 
of the iodide. These melted at 107°-108°. Another portion 
was allowed to stand only an hour, when the material melted 
below 60° ; the rearrangement then not being complete, the 
solution was warmed on the water-bath, when it soon solidified. 
This rearrangement, therefore, takes place with greater diffi- 
culty than in the case of the methyl carbamate. The material 
in this instance, melting at 107°-108° and needing no purifi- 
cation, was simply pressed on paper and dried in the air. A 
nitrogen determination gave the following: 
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Caloalated for t^„^. 

N 13.33 13.02 

This product gave the reactions for " carboxylsulf athyl- 
amin " as described by Konrad and Salomon.* Although, as 
stated, the melting-point of this compound is identical with 
that of the methyl deriTativef a mixture of the two was found 
to melt below SO**. 

In another experiment ethyl thioncarbamate (5 g.) and 
ethyl bromide (6 g.) were heated for an hour on the water- 
bath, when it was found that a rearrangement bad taken place, 
the product being identical with the above. 

iBopropyl Tkiolcarhamate from Isoamyl Thionearbamate. — 
10 g. of the latter were heated with 12 g. of isopropyl iodide 
on the steam-bath for two days. On cooling, a mass of crystals 
was obtained. These were washed with warm petroleum 
ether and crystallized twice from water, when the material was 
obtained in colorless rectangular plates melting at about 125°. 
A nitrogen determination gave : 

Calculated for v«».wi 

H,NCOBC,H,. '**™*- 

N 11.76 11.84 

The behavior of this material with silver nitrate, mercuric 
chloride, copper sulphate, and platinum chloride is identical 
with that of isobutyl thiolcarbamate and the other members 
of this series. 

Isobutyl JTiioncarbamate was obtained by Myliusf from 
"isobutyldioxysuKocarbonat" and alcoholic ammonia. He 
states that it forms yellowish-white tables (from alcohol) 
melting at 86^. Blankenhom f obtained this mixed with the 
thiol compound by treating potassium sulphocyanide in iso- 
butyl alcohol with hydrochloric acid. He describes his prod- 
uct as a yellow oil crystallizing at 6° and melting at 10**. 
Our compound prepared from CsHuO.CS.SCaHs and alcoholic 
ammonia readily solidified, and on crystallizing once from 
ether and then from water, melted at 51°-S3°. It forms a 

• J. prakt Cbem., x, 86. t Ber. d. chem. Gee., v, ©7d. 

t J. prakt. Chem. PJ xvi, 880. 

TOI- II. — 16 
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snow-white mass of plates, and a nitrogen determination gave 
the following : 

Omlcolated for «u»«^ 

H^C8.0C4H^ '*'°^- 

N 10.62 10.40 

Isobutyl thioncarbamate in dilute alcoholic solution gives 
with silver nitrate a white precipitate which soon turns black 
(difference from thiolisobutylcarbamate). Mercuric chloride 
gives a white precipitate which can be boiled with water 
without change of color. Copper sulphate gives a white pre- 
cipitate which, when warmed, changes to black. Platinum 
chloride gives a yellow precipitate which, when warmed, 
decomposes. 

Isobutt/l Thiolcarbamate from laobutt/l Thioncarbamate. — 
6 g. of the above material, melting at 51°-S3®, were heated 
with 1 g. of isobutyl iodide, on the water-bath, for two hours, 
and on taking out a portion it was found to melt unaltered 
at 61°-63°. It was then heated in an oil-bath to 120° for 
several hours. On cooling, and crystallizing the material 
from water, it was then found to melt at 102°-103**. It thus 
separates in magnificent snow-white plates of extreme thin- 
ness. A nitrogen determination gave : 

Calculated for v^„„4 

N 10.52 10.45 

Isobutyl thiolcarbamate closely resembles the other mem- 
bers of the thiol series. It is readily soluble in the ordinary 
solvents, except cold water, and it is volatilized with steam. 
Silver nitrate added to its dilute alcoholic solution produces 
a white precipitate which does not alter on standing. With 
mercuric chloride it behaves like the thion compoimd. With 
copper sulphate no precipitate is obtained in the cold, but on 
warming a white precipitate separates. Platinum chloride 
gives no precipitate in dilute solution. 

Isoamyl Thiolcarbamate from Isoamyl Thioncarbamate. — 
Isoamyl thioncarbamate, as prepared in 1853 by M. W. John- 
son * from " binoxysulphocarbonate of amyl " and ammonia was 

* Quart. J. Chem. Soc, v, 142. 
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an oiL Our material also was obtained as an oil which re- 
fused to solidify on cooling. When heated (10 g.) with isoamyl 
iodide (5 g.) at 120°-130° for several hours, it was trans- 
formed slowly and less completely than the lower members of 
this series. The product, crystallized from hot water, formed 
extremely large, silver-white plates resembling thin slices of 
mica. It melted at 112** -113°, while Schbne* says that iso- 
amyl thiolcarbamate forms plates melting at 107°, when 
prepared from the chloride CjHnSCOCl and ammonia, A 
nitrogen determination gave: 

Calculated for v,^^a 

HjNCO.BCgH,,. iroano. 

N 9.62 9.16 

Isoamyl thiolcarbamate does not differ in properties from 
the other members of the series. With silver nitrate, mercuric 
chloride, copper sulphate, etc., it behaves precisely like isobutyl 
thiolcarbamate. 

Ethyl Thioncarbamate and EthyleneBromide. — When 10 g. 
of the former and 37 g. of the latter were mixed, and 
heated on the steam-bath for three hours, ethyl bromide was 
evolved and, on cooling, a crystalline mass was deposited. 
It was purified by boiling with alcohol and water, which ex- 
tracts ethyl carbamate, and was thus obtained as a crystalline 
powder which was quite difiBcultly soluble in the ordinary sol- 
vents. It was free from bromine, and a nitrogen determina- 
tion gave the following : 

Calculated for v/««.wi 

N 15.55 14.99 

Ethyl Benzenesulphinate^ OqH^SO.OC^H^, with Methyl and 
Ethyl Iodides. — The following negative experiments were 
performed by Mr. T. B. Johnson, to whom we wish to express 
our thanks. 4 g. of the ethyl ester were heated with 3.6 g. 
of ethyl iodide at 100*^-110° for one hour, when no appar- 
ent reaction took place. On further heating, the material 
darkened, but it deposited no crystals when placed in a freez- 

» J. prakt. Chem. [2], xxxii, 247. 
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ing mixture. Heated further for four hours at 180''-140*', con- 
siderable decomposition took place. The material, extracted 
with ether, washed with sodium hydroxide, dried, and evapo- 
rated, gave no solid material. 

Ten g. of the ester were heated with 8.8 g. methyl iodide 
for one hour at 110^-120'', then again at 146°-155^ On 
opening the tube there was much pressure and a thick black 
oil resulted. This was extracted with ether and washed with 
sodium hydroxide. On evaporation, 2.5 g. of black oil was 
obtained which refused to solidify, and when heated began 
to boil at 100'' ; then the temperature rose to 250'', when the 
remaining material charred. Ethyl phenyl sulphone boils un- 
altered above SOO'', and melts at 42^". Methyl phenylsulphone 
melts at 88^ 

New Havbk, May, 1899. 
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RESEARCHES ON SUBSTITUTION: THE ACTION 
OF BROMINE ON METACHLOR-, METABROM-, 
AND METAIODANILINES.* 

[second papeb.] 

Bt H. L. WHEELER ahd WILLIAM VALENTINE. 

The action of meta-substitated anilines with chlorine and 
bromine has been thoroughly investigated only in regard to 
their behavior on saturation. In each case examined it has 
been found that the halogens enter the 2, 4, and 6 positions, 
the meta derivatives behaving, in this respect, precisely like 
aniline. 

With this fact at hand, Langer f published the following 
law : ^^ Dass bei weiterer Substitution des Anilins solche Sub- 
stituenten, die zur Amido-gruppe die Metastellung einnehmen, 
gar keinen bemerkbaren Einfluss austiben und die Zahl der 
neu eintretenden Halogenatome nicht verringem." 

Previously N(5lting, X in calling attention to this similarity 
in behavior, stated : *^ Ueberhaupt verhlQt sich ein bei 8 sub- 
stituirtes Anilin Agentien gegenliber gerade so wie ein gar 
nicht substituirtes." 

These statements are perfectly true when applied in the 
sense indicated above, but it appears that, with the exception 
mentioned below, no attempts have been made to determine 
what the first product is, or what the chief products are when 
the free anilines are subjected to less energetic treatment. § 
Consequently it has not been shown in what order the differ- 

* Amer. Chem. Jour., zzii. No. 4. 

t Ann. Chem. (liebig), ccxt, 107. tBer. d. chem. Ges., Tiii, 1008. 

S BeUstein and Knrbatow thoroughlj inyestigated the action of chlorine 
on metachloracetanilide (Ann. Chem. (Liebig), cxcriy 215), but do not mention 
the action of the free base. 
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ent positions 2, 4, and 6 are substituted, and whether or not 
in these intermediate stages any influence of the substituent 
in the meta position is to be observed. 

Owing to the energy with which the aromatic amines are 
attacked by chlorine and bromine, and also on account of the 
formation of by-products, it is customary to moderate the 
action by employing the acetyl derivatives instead of the free 
bases. It has been assumed that this procedure simply pro- 
tects the amino group or moderates the violence of the reaction. 
Whether in the case of metarsubstituted anilines it exerts any 
other influence in the further substitution than this has not 
been determined, except in the instance described below. In 
the cases where the acetyl derivatives have been employed it 
has been found that the substitution takes place smoothly, 
the halogen entering the position para to the amino group 
and practically without the formation of by-products. In 
order to obtain the higher bromine substitution-products 
the free bases are employed, as, otherwise, the bromination is 
frequently arrested with the formation of the monobrom de- 
rivative, the next step being the formation of perhalides.* 

Since the question whether a substituent in the meta position 
influences the further substitution of the aniline had been 
examined from only one side, one of us investigated the be- 
havior of metanitranilhie f with bromine, in glacial acetic acid, 
and found that the nitro group in the meta position exerts not 
only a protective or retarding influence J but also a directing 
influence on the substitution. The chief product formed was 
the sweet-tasting 6-brom-3-nitraniline and not the expected 
4-brom-3-nitraniline, which should result from analogy, or if 
the nitro group exerted no influence. Moreover, it was found 
that acetylmetanitraniline gave, as the chief product, a different 
mono derivative, 4-brom-3-nitraniline, than the free base. 

We have now extended the examination of meta-substituted 

* Wheeler and Walden, Amer. Chem. Jour., xviii, 26; Wheeler, Barnes, 
and Pratt, Ibid., xix, 672. 

t Ibid., XTii, 697. 

X A fact previoasly noticed by Michael and Norton (Ber. d. chem. Ges., zi, 
112), in the case of substitution by iodine monochloride. 
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anilines, and, in this paper, we describe the results of our 
experiments on the influence exerted when the meta substitu- 
ent is a halogen, the bromination being conducted as before in 
a glacial acetic acid solution.* 

Now, it might be expected that Tw-chlor-, ?7i-brom-, and 
Tw-iodanilines would behave with bromine under similar con- 
ditions, like ?w-nitraniline. This, however, is not the case. 
The chief products formed in ,the case of the ?7i-halogen 
anilines have been found to be the para derivatives. For 
example, in the case of w-bromaniline (43 g. with 1 molec- 
ular proportion of bromine) the product obtained in largest 
amount was 8,4-dibromaniline (26 g.) ; next in amoimt was 
a mixture of 3,4,6-tribromaniline (in larger amount) with 
2,3,4-tribromaniline ; then followed 2,3,4,6-tetrabromaniline, 
from which it follows that the relative tendency of bromine 
to substitute the hydrogen atoms in these compounds may 
be expressed in the terms 4>6>2, the course of the reaction 
proceeding as follows : 

NH, NH, NH, NH, 

\^Br \^Br \^Br \^Br 
Br Br Br 




The bromination of metachlor- and metaiodaniline gave 
similar results, the bromine entering the para position to the 
amino group and forming chiefly a monobrom derivative. 

* Glacial acetic acid has proved in each case to be well suited for the 
examination of the lower brominated products. It not onlj moderates the 
action less than the acetyl compounds, permitting the examination of 
the behavior of the free bases, but also simplifies the purification of the 
products. 
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Each of these cases is therefore an exception to the role of 
Kehrmann/ t. e.j that the entering substituent generally takes 
the ortho position to the substituent of least molecular 
magnitude. 

From the above it is seen that the nitro group in the meta 
position exerts a different directing influence on the further 
substitution by bromine than that exerted by the halogens ; 
that the course of the reaction or the energy with which 
bromination occurs is in opposite directions aroimd the mole- 
cules previous to the formation of the final 2,4,6-derivativa 

It is well known that the nitro group in nitrobenzene exerts 
a different directing influence on further substitution from 
that exerted by the halogens in chlor-, brom-, and iodbenzene. 
Further substitution in the first case leads to the formation of 
meta derivatives, while in the latter ortho and para compounds 
result. The groups, atoms, or radicals that influence the 
entering substituent to take the ortho or para position have 
been termed by LeUmannf substituents of the first cldSM. 
To this class belong the halogens, the alkyl radicals, and the 
groups -NH„ -OH, -CH,R, while the groups -NO«,-CO,H, 
— SOjH, etc., which yield meta derivatives on further substi- 
tution, are known as substituents of the second class. 

It is suggested by our work so far that a difference in di- 
recting influence is still retsdned by these radicals in the 
meta-substituted anilines. That, in general, meta-substituted 
anilines containing substituents of Lellmann's first class will 
be found to give chiefly a 4-halogen derivative, while, on the 
other hand, those with the radicals of the second class, Uke 
metanitraniline, will give a 6-halogen compoimd as the chief 
product We intend to continue the investigation of the 
influence exerted on the substitution of anilines by groups in 
the meta position, and we hope, later, to decide tiie above 
simple questions, which, however, involve considerable work. 

♦ Ber. d. chem. Gee^ xxiii, 130. 
t Principien d. Org. Sjn these, p. IL 
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The Bromination of mrChloranUine. 

When 50 g. of metachloraniline were dissolved in 400 c. c. 
of glacial acetic acid and treated with 62.7 g. of bromine 
(1 molecule) in the form of vapor, by means of a stream of 
dry air, a colorless crystalline precipitate separated. This, 
when dried, weighed 86 g. (precipitate A). It consisted 
mostly of the mono- and dibrom derivatives in the form of 
hydrobromic acid salts.* The monobrom derivative was 
extracted by treating this mixture repeatedly with water 
(solution B)y and, on precipitating with ammonia, 35 g. of 
crude material were obtained, f 

The treatment with water left the di- and a small amount 
of tribrom derivatives undissolved, weight 28 g. (residue (7). 
The glacial acetic acid (solution A) was diluted with about 
three or four times its volume of water, which resulted in the 
precipitation of the rest of the tribrom derivative % (1 g.) in 
practically pure condition (precipitate D). 

The dilute acetic acid solution was then precipitated with 
strong ammonia, when the unaltered metachloraniliue with 
some monobrom derivative was obtained (precipitate E). 
The method of examining and purifying these crude products 
is given below under their separate heads. 

The following calculation, being a check on the above 
weights, confirms the analytical results and the chemical 
behavior of the products: 

Bromine* 
Onuna. 

B. 35 g. of monobrom derivative account for . . 27.1 

C. 23 g. of dibrom derivative account for . . . 26.8 

D. 1 g. of tribrom derivative accounts for . • 1.3 

Total 6l2 

That 8.6 g. of bromine are apparently not accounted for is 
due to the &ct that the monobrom derivative mixed with im- 

* It also contained the hjdrobromic acid salt of unaltered material. 

t A loss occurs here, owing to the solubility of the material in the solutions 
precipitated bj ammonia. As this appeared to be chiefly unaltered material, 
it was not recovered. 

X Some loss is to be expected here, owing to the rolume of the solutions. 
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altered wi-chloraniline (precipitate IT) is not included in the 
above calculation, and also to the fact that the above are 
weights of crude products and not of perfectly pure materiaL 

It is to be expected that the loss in the case of metachlor- 
aniline would be greater than with metabromaniline, since the 
chlorine compoimds are more soluble. This has been found 
to be the case, so that the solubility explains a part of this 
loss. The amount of bromine lost by action on the glacial 
acetic acid is probably very small. Each one of the bromina- 
tions described in this paper has been repeated and the results 
confirmed. 

S'Chlor-^^romaniline. — The precipitate produced by am- 
monia in solution B was crystallized from dilute alcohol, 
when four- and six-sided colorless plates separated. They 
melted constantly from 67° to 68°, and a determination of the 
halogens shows that this material is a monobrom derivative : 

Calculated for v<«„„4 

CI 17.2 17.2 

Br 38.7 38.2 

The structure is shown by the fact that it gives orthochlor- 
brombenzene with ethyl nitrite, and since it is formed almost 
quantitatively by brominating acetyl-m-chloraniline, the bro- 
mine as usual taking the position para to the acetyl group. 

The hydrochloride^ prepared by passing hydrochloric acid 
gas into the alcoholic solution of the base, crystallizes in col- 
orless needles. A hydrochloric acid determination gave : 



Found. 



Calculated for 
C«HoNClBr.HCL 

HCl .... 15.0 14.6 



It is readily soluble in water, less readily in alcohol, and in- 
soluble in benzene. It blackens when heated to about 210°. 

The sulphate is obtained in the form of colorless plates 
when the base is treated with dilute sulphuric acid. A sul- 
phuric acid determination gave : 



Found. 



Calculated for 
(CsHsNGlBr),H^4. 

HjSO* .... 19.2 19.6 
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The picrate is obtained as a precipitate by adding an alco- 
hoKc solution of picric acid to a solution of the base. It crys* 
tallizes in yellow needles which melt at 141°. A nitrogen 
determination gave the following result: 

Oftlealated for vu.,.,^ 

CeHBNClBr.CeH.N,0,. twrno. 

N 12.9 12.7 

l^Chlorbrombenzene. — 6 g. of the precipitate produced 
by ammonia in solution B were treated with an excess of 
ethyl nitrite in the presence of a little concentrated hydro- 
chloric acid. After warming, the material was taken up in 
ether, washed, dried, and distilled, when 4.5 g. of colorless 
oil were obtained, boiling from 200° to 210°. On redistilling 
at 772 mm. pressure it aU boiled from 201° to 204°. It refused 
to solidify. />-Chlorbrombenzene is a solid melting at 67.4**, 
while the boiling-points of ortho-, meta-, and paraclilorbrom- 
benzene are given by Dobbie and Marsden * at 204°, 196°, and 
196.3°, respectively. Our material is therefore orthochlor- 
brombenzene. 

Nitration of 1,^-Chlorbrombemene. — In order further to 
characterize orthochlorbrombenzene we have examined its be- 
havior towards nitric acid. 2 to 3 g. of orthochlorbrom- 
benzene were dissolved in fuming nitric acid and warmed. 
Water was then added, and the precipitated material, crys- 
tallized from 78 per cent alcohol, gave colorless needles melt- 
ing from 49° to 50°. Three crystallizations did not alter the 
meltuig-point.t A nitrogen determination gave: 

Calculated for v^«^ 

CaHsNO,ClBr. roana, 

N 5.9 6.3 

The structure CeH8NOaClBr,l,4,3, is assigned to this com- 
pound, because on reduction it did not give 3-chlor-4-brom- 
aniline, melting at 67°, but a base melting at 75°, after 
repeated crystallizations. Since, in general, the tendency of 

* J. Chem. Soc, 1898, 266. 

t The true melting-point of 3-brom-4-chlomitrobenzene is probably 60°, the 
above material being mixed with some 3-Ghlor-4-bromnitrobenzene. 
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ortho compounds, on nitration, is to form an unsymmetrical 
in preference to a vicinal derivative, it follows that this is 
in all probability 4^hlQr'34>romaniline. It was not farther 
examined. 

3-Chlar'4^omrgfi'dinitraniline. — 8 g. of 8-chlor-4-brom- 
aniline were heated on the steam-bath with concentrated 
nitric acid. In a few minutes reaction set in with evolution 
of red fumes. After this was over the solution was diluted 
with water and the precipitate crystallized from absolute alco- 
hol, in which it is difficultly soluble, when it was obtained in 
the form of dark-yellow prisms, melting from 169® to 170°. A 
nitrogen determination gave: 

OalotOftted f or w,,„^ 

C«HaN,0«01Br. Foano. 

N 14.2 14.7 

3'CKlor''4^romacetanUide. — 50 g. of metachloracetanilide 
were dissolved in glacial acetic acid, the calculated quantity 
of bromine was added, and the mixture allowed to stand a few 
minutes. Water was then added, and the precipitate was 
crystallized from 60 per cent acetic acid, when it was foimd 
to melt sharply at 126** ; yield 70 g., calculated 73 g. A 
nitrogen determination gave: 

OaloolAted for «u««^ 

CsHfNOOlBr. Fonmi. 

N 6.6 6.7 

The acetyl group is easily removed from this by boiling the 
alcoholic solution with a little concentrated hydrochloric acid. 
This gives the hydrochloride of a base which latter is iden- 
tical in every respect with the monobrom compoimd formed 
on brominating m-chloraniline. 

3'Chlor'4'-irom-6'nitroacetanUide. — One part of 8-chlor-4- 
bromacetanilide is dissolved in 3 parts of cold nitric acid (sp. 
gr. 1.62) and the solution is allowed to stand for a few min- 
utes. It is then poured into ice-water, and the precipitate, 
crystallized from absolute alcohol, gives colorless, flattened 
prisms or plates. These melt from 129** to 130°. Yield 7 g. 
from 5 g. acetyl compound. A nitrogen determination gave: 
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Calcalitod for w^im^a 

N 9.5 9.3 

3'Chlor'4^o7n^'nitrantline. — 5 g, of the above anbBtance 
were boiled with alcohol containing some concentrated hydro- 
chloric acid, when crystalline material began to separate. 
Water then precipitated the base completely, ammonia giving 
no precipitate in the filtrate, as the substance is too weakly 
basic to form a salt under these conditions. It crystallizes 
from alcohol in long yellow needle-like prisms which melt 
from 202'' to 208'' • A nitrogen determination gave: 



Foond. 



Oalcnlatod for 
0sHtN,0t01Br. 

N 11.1 11.0 



4'Cfhlor^S^romnitrobemene. — From 2 to 8 g. of the above 
compound were treated with nitrous acid in alcohol. The 
material after this treatment was crystallized from alcohol, 
when light-yellow needles melting at 60® were obtained. 

4'Cfhlor'S'bromamline. — On reducing the above 4-chlor-8- 
bromnitrobenzene with tin and hydrochloric acid, a product 
identical with the base obtained from the nitration of 1,2- 
chlorbrombenzene should result. This being the case, the 
structure of this and the four preceding compounds is proved. 
In fact, a base was obtained which appears to be identical 
with that described imder the head of the nitration of 1,2- 
chlorbrombenzene. The crude product melted at TS'', but on 
further crystallizing it was obtained in the form of colorless, 
shining plates, which melted at 78^ • A nitrogen determination 
gave: 

Oalmdjited f or wnmwi 

0«H.NClBr. '**™^ 

N 6.8 6.6 

S-Chlor-u^S-dibromanUine. — Residue B (see above), after 
being treated thoroughly with water, was crystallized fix)m 
alcohol, when thin, colorless plates were obtained, melting 
from 79** to 80**. A halogen determination gave: 
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Oalenlated for »^„^ 

CgH^NClBr^ ^^^^^^ 

CI 12.4 12.4 

Br 56.0 65.9 

S-CJUor'Sy^jS^ribromaniline. — On crystallizing precipitate 
C (see above) from alcohol this compound was obtained. It 
had all the properties described by Langer.* 

TJhe Bromination of m-BromanUine. 

In one experiment 43 g. of metabromaniline were dissolved 
in 350 c. c. of glacial acetic acid, and 40 g. of bromine (1 mole- 
cule) added as described in the previous case. The precipitate 
produced (A) weighed 90 g. The soluble hydrobromides 
removed by water and precipitated by ammonia (-B) weighed 
26 g. The residue {C) weighed 16 g. The precipitate (i>) 
produced by water in the glacial acid solution weighed 1 g., 
and on filtering from this and adding ammonia practically 
nothing but unaltered material was found. 

The results are checked by the following calculation : 

Bromine. 
Omnft. 

B. 26 g. of dibrom derivative account f or . . . 17.7 

C. 16 g. of tribrom derivative account f or . . . 15.5 

D. 1 g. of tetrabrom derivative accounts for • 1.1 



Total 34.3 

This gives 6.7 g. of bromine not accounted for. It is to be 
explained in the same manner as the loss in the case of the 
previous bromination. 

Sy4^DibTomaniline. — The precipitate by ammonia (5), after 
two crystallizations from 60 per cent alcohol, melted from 80° 
to 81°. It had all the properties of the base produced by 
reducing 3,4-dibromnitrobenzene.t 

The picrate was obtained by mixing alcoholic solutions of 
the constituents. The product crystallized from water gave 
yellow needles, melting at 149°. A nitrogen determination 
gave: 

• Loc. cit. t Eorner, Jahresb., 1876, 311. 
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GalcQlated for »«„«j 

CeH,NBr,.C9H,N,0T. '^®"^ 

N 11.66 11.7 

The hydrochloride crystallizes from dilute hydrochloric acid 
in colorless prisms which decompose when heated from 220° 
to 230^ A hydrochloric acid determination gave : 

Galcolated for „ . 

C9H,NBr,.HCl. ronxtd, 

HCl 12.7 12.7 

The mlphate crystallizes in colorless plates. 

Galonlated for w^.,^ 

(CaHaNBrj^H^^. *^**«»™»' 

H,S04 .... 16.3 16.5 

Sj4^DibromacetaniUde. — This has recently been prepared * 
by brominating metabromacetanilide. We have prepared it 
in this way, and also by acetylating precipitate B. It crys- 
tallizes in slender prisms melting at 128°, as stated by 
Kb'mer. 

Sy^fi'Tribromaniline, — When residue C (see above) was 
crystallized from alcohol, colorless needles were obtained 
which melted from 115° to 116°. This proved to be 2,3,4,6- 
tetrabromaniline. In order to separate this from the tribrom- 
anilines the material was taken up in diy ether and hydro- 
chloric acid gas passed in. This produced a precipitate of 
the hydrochloric acid salts of the tribromanilines, while the 
tetrabromaniline remained in solution. The precipitate was 
treated with ammonia and repeatedly crystallized from alco- 
hol, when it melted from 84° to 89°. It being still impure, it 
was converted into the acetyl compound. This, on repeated 
crystallization from alcohol, melted at 188°-189°; on now 
removing the acetyl group, the free base melted sharply at 
85*'-86°. A bromine determination in the product melting 
at 84°-89° gave : 

Calculated for w«.„wi 

C»H«NBra. *^°"^ 

Br 72.7 72.2 

• Kdrner, Bull. 8oc. Chim. (Paris), 1890. 1047. 
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IfSyirThibrombemetie, — In order to determine the structure 
of the above tribromaniline, 1 g. was treated with nitrous acid 
in alcoholic solution, when a small amount of fine, colorless 
needles were obtained ; these melted from 44** to 46**, and were 
undoubtedly 1,8,4-tribrombenzene, which forms needles and 
melts at 44**. The above base, melting at 85**-86% is, there- 
fore, 8,4,6-tribromaniline. 

3y4'^6'Tribromacetanilide is therefore the compound crystal- 
lizing in colorless needles and melting from 188** to 189**, as 
mentioned above. This same compoimd and the correspond- 
ing base were also prepared in the following manner : j!?-Di- 
brombenzene was nitrated and the product reduced; this 
gave 8,6-dibromaniline, which melted from 61^ to 52^, and 
agreed in properties with Meyer and Stiiber's * description, 
except that, when sufficiently purified, it does not have the 
odor of a-naphthylamine. On acetylating, 8,6-dibromacetani- 
lide was obtained. 

Sfi'Dibromacetanilide^ on crystallizing from alcohol, was 
found to melt from 171** to 172**, and a nitrogen determination 
gave: 

CaloQlatod for v^.ji 

CeHrNOBr^ '*«™^ 

N 4.8 4.8 

S^fi'Tribromacetanilide. — The above acetyl compoimd was 
dissolved in glacial acetic acid and treated with 1 molecular 
proportion of bromine, when a product was obtained which 
crystallized from alcohol in colorless needles and melted from 
188° to 189°. This is identical in every respect with the 
acetyl compound obtained from residue C. A nitrogen deter- 
mination gave : 

Calculated for v<».,^ 

CeHeNOBr^ '^""^ 

N 3.9 a8 

Here again the different influence of groups in the meta 
position is to be noticed. The above 8,6-dibromacetanilide 
is readily attacked by bromine, while S-nitro-G-bromacetanilide 
can be crystallized unaltered from pure bromine. 

* Ann. Chem. (liebig), cIzt, 180. 
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lyS^Tribrombenzene. — In another experiment the crude 
product, Cj after removal of 2,8,4»6-tetiabrombenzene, was 
treated directly with nitrous acid, in alcohol, in the presence 
of hydrochloric acid.* On diBtilling with steam an oil was 
obtained which, after solidification and ciystallization from 
alcohol, was obtained in the form of colorless plates. These 
had the odor of the brombenzenes and melted at SS"". Komer f 
gives the melting-point of 1,2,8-tribrombenzene as 87.4'' • 

It follows, therefore, that the residue C consists of 8,4,6- 
tribromaniline (isolated), 2,8,4-tribromaniline (not isolated), 
and 2,8,4,&-tetraforomaniline (isolated). 

SfSj^^S'Tetrabramberaene. — The precipitate 2> was found to 
consist entirely of this. It forms colorless needles, melting 
from 115'' to 116'', as described by Kdmer. $ 

The Bramination of m-IodaniUne. 

In one experiment 58 g. of m-iodaniline were dissolved in 
400 c. c. of glacial acetic acid, and 89 g. of bromine were added 
in the form of vapor. This produced a crystalline precip- 
itate weighing 88 g. {A). The material obtained by extracting 
this with water and precipitating with ammonia (precipitate 
-B) weighed 85 g. The residue C weighed 80 g., and the pre- 
cipitate D, produced by water in the glacial acetic acid solu- 
tion, weighed 1 g. Ammonia added to the filtrate from this 
gave unaltered material. Checking these weights now by the 
following calculation, we find that: 



B. 35 g. of monobrom derivative account for . • 18.7 

C. 30 g. of dibrom derivative account for . • • 25.4 

D. 1 g. of tribrom derivative accounts for . . 1.0 

Total 45.1 

* These tribromanUines have a great tendency to form orange-colored 
predpitatet (diazoamidobenzenes ? ) which are decomposed with difflcolty by 
nitrous acid. 

t Gazz. cbim. ital., ir, 406. 

I Locdt 

VOL. 11. — 16 
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This gives an excess of 6.1 g. of bromine. The error lies 
chiefly in the assumption that B consists entirely of mono- 
brom derivative. As it was not free from oil, it must have 
contained unaltered material which, calculated as monobrom 
derivative, explains this excess. 

S'Iod'4-^omaniline. — Precipitate B was crystallized from 
alcohol, when it was obtained in the form of colorless plates, 
melting at 77**. A bromine and iodine determination gave the 
following : 

Calonlftted for v^.wi 

Br 26.8 27.3 

I 42.6 42.3 

We proved the structure of this compound in the following 
manner : 2.6 g. of 6-brom-8-nitraniline (which gives p-brom- 
nitrobenzene with ethyl nitrite) were diazotized, and the amino 
group replaced by iodine by means of potassium iodide. The 
3'iod'4-hromnitTobenzene thus produced crystallized from alco- 
hol in four- and six-sided tables, which melt at 96'*-96°, and 
on reduction the material gave a base melting at 77° and hav- 
ing all the properties of the compound obtained by brominating 
?w-iodaniline. 

The hydrochloride was made by passing hydrogen chloride 
into the benzene solution of the base. It crystallizes from 
alcohol in long, slender, colorless needles, which decompose 
when heated at about 210°. A determination of the hydro- 
chloric acid gave: 

Calculated for Pomul 

C«H,NBrI.HCL '°'*™*- 

HCl 10.9 10.6 

The sulphate crystallizes in colorless plates from dilute 
sulphuric acid. 

Calculated for VMnwi 

(CeH^BrI)^H^4. '°°^ 

H,S04 .... 14.1 14.2 

The picrate crystallizes from water in yellow needles, which 
melt from 158° to 159°. A nitrogen determination gave : 
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Calcnlftted for v^^,^ 

CeH,NBrI.C«H,N,OT. '^®°™** 

N 10.6 10.9 

S-Iod'jirbromacetanilide was prepared by acetylating the above 
base in the usual way. On crystallizing from alcohol it melted 
from 138° to 139**. A nitrogen determination gave : 

CalcnlAted for tp^^ 

N 4.1 4.2 

3'lod'4^6-dibromaniline. — The residue (7, which was insolu- 
ble in water, on repeated crystallizations from alcohol, sepa- 
rated in the form of long, colorless prisms, melting at 81®. A 
bromine and iodine determination gave : 

Calcnlftted for v^^^a 

Br 42.4 42.6 

I 33.7 33.6 

S-Iod'S^fi'tribromaniline. — The precipitate i>, produced by 
adding water to the glacial acetic acid solution, was crystal- 
lized from alcohol, when minute colorless prisms or plates 
were obtained, melting at 116''-116'*. A bromine and iodine 
determination gave: 

Calculated for v<m..^ 

CeH,NBr.L '<>™^ 

Br 52.6 52.3 

I 27.8 27.8 

New Haven, June, 1899. 
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ON THE REARRANGEMENT OF IMTOO-ESTERS.^ 

[8bc0nd paper.] 
bt henry l. wheeler. 

As described in ourf first paper on this subject, we had occa- 
sion to prepare phenylformimidoethyl ester, and, instead of 
following the usual method | of treating silver formanilide 
with ethyl iodide at low temperatures, we heated the materials 
in a closed tube to 100®, We thereupon unexpectedly obtained 
a rearrangement of phenylformimidoethyl ester into the iso- 
meric ethyl anilide:§ 

>,NC.H, ^NC.H, yN<^*5» 

Hcf -^ HCf -► HCC '^• 

This was confirmed by the fact that benzimidoethyl ester 
gave ethylbenzamide when heated with ethyl iodide. We 
stated that we hoped to reserve the further examination of 
this rearrangement for this laboratory. 

On the publication of these results Professor Knorr called 
our attention to his work along similar lines in the case of the 
cycloimido esters. He had previously shown that the oxygen 
esters of the o-quinolones J are converted by methyl iodide 

* Amer. Chem. Jonr^ xziii, No. 2. 

t Wheeler and Johnson, Amer. Chem. Jonr., xxi, 1S6. 

t Comstock, Amer. Chem. Jonr., xiii, 514. 

§ The prediction of Freer and Sherman in regard to this salt is now com- 
pletely fulfilled, t. e., '* With suitable alkyl or acyl halides and alteration of 
conditions, it will probably be possible to procure both ozj and nitrogen 
deriyatiyes from the silyer salt.** (Amer. Chem. Jour., xyiii, 671.) In Amer. 
Chem. Jour., xyiii, 381, Wheeler and Boltwood showed that this salt giyes in 
fact benzoylformanilide, a nitrogen deriyatiye, with benzoyl chloride. 

B Ber. d. chem. Ges., xxx, 929. 
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''langsam schon in der Kalte, rasch und vollstaDdig in der 
Wanne, in die Stickstoff-Methylester." Thus, ethoxyquino- 
line is converted into methylquinolone: 





+ ICH, = IC.H5 + I 

NCH, 

He also found that the oxygen methyl and ethyl esters of 
oxy-7-lepidine behaved in a similar manner. He showed that 
this reaction in the case of y-methoxyquinaldine * takes place 
first by addition; and that this intermediate product then 
when heated to 200° gives the nitrogen derivative. Again, 
along with E. Fertig,t he found that a-phenyl-7-methoxy- 
quinoline was converted directly into the isomeric derivative 
with methyl iodide, and finally he stated: ''Ich hoffe bald 
weitere Mittheilung machen zu k^nnen, ob sich ganz allge- 
mein die Imidoather R'N:CR"OR'" durch Jodmethyl in 
Amide secundttrer Basen, CHJR'NCR"0 iiberfuhren lassen." 

In view, however, of the work already done in this labora- 
tory, and, since I informed Professor Knorr of my desire to 
publish the work of my students, which was finished at the 
time our first publication appeared. Professor Knorr kindly 
gave over the entire field to me. 

I wish to take advantage of this occasion to thank him for 
his kindness and also to refer to other work bearing on the 
rearrangement of the imido-esters. 

In the year 1885 Ponomarew J found that by treating silver 
cyanurate with alkyl iodides, at low temperatures, the oxygen 
esters result, while at higher temperatures the nitrogen esters 
are the chief products. 

In 1886 Hofmann § showed that the oxygen methyl ester of 
cyanuric acid is transformed into the nitrogen ester simply by 
heating. 

« Ber. d. chem. Ges., zzz, 024, 020. I Ibid., xzx, 037. 

t Ibid., XTiu, 3271. § Ibid., xix, 2061. 
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In 1891 Andreocci * found that when phenylpyrodiazolon 
or phenyhnethylpyrodiazolon is methylated, and then treated 
with methyl iodide, similar results are obtained, and that the 
oxygen methyl compounds, when heated to 200*^, are also 
transformed into the nitrogen compounds. 

All the above are examples of the rearrangement of cyclo- 
imido esters. The transformation of benzunidochlorethyl ester 
into )9-chlorethylbenzamide, under the influence of heat alone, 
as described by Gabriel and Neumann, f is especially interest- 
ing, and, outside of our work, this appears to be the only 
known example of a rearrangement taking place in the acyclic 
series4 

In the cycloimido ester series N-€ilkyl derivatives have fre- 
quently been obtained from silver salts, but particularly at 
higher temperatures. This has notably been tie case in tiie 
uric acid group in Fischer's investigations.! Since, how- 
ever, the silver salt of hydroxycaffein gives with ethyl iodide 
chiefly ethoxycaffein, he concludes that the fonner substance 
does not have the grouping — CO— NH, but — COH=N— . In 
this case he also noticed the fonnation of some tetramethyl- 
uric acid. 

We find that the imido-esters of Pinner react slowly, even at 
ordinary temperatures with methyl and ethyl iodides giving 
alkyl amides. In the case of the benzimido-esters benzamide 
and benzonitril invariably accompany the alkyl amide. In 
the lower-boiling portions of the reaction-product the presence, 
in small amount, of a substance that gave off an amine odor 
on distilling was also observed. 

With isobutyl iodide the chief products were benzamide 
and isobutylene : 

* Ber. d. chem. Ge8., xxiv, R, 203. t Ibid., xxr, 2383. 

X I wish to express my thanks to Professor Gabriel for calling my atten- 
tion to this work. In a private communication from Dr. Stieglitz the follow- 
ing was mentioned : *' I intended calling your attention to Knorr's paper in 
the Berichte, 1897, pp. 92^933. At the time when this came out I was heat- 
ing ethyl imidobenzoate in a sealed tube at \W^ with ethyl iodide, but did 
not go on with the action on account of Knorr's reservation." 

§ Ber. d. chem. Ges., xxx, 650. 
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04x191 = C4Hg + HI, 
and CeH5C(NH)OC4H9 + HI = CeHjCO-NH, + C4H9L 

In general, however, the chief reaction of methyl and ethyl 
iodides is as follows : 

X.NH ^NHCH, 

C.H,C< +CHJ = CeHeC^ + C4H J. 

In the case of the action of ethyl iodide on benzimidoethyl 
ester, diethylbenzamide was sought for, but no evidence of its 
presence was observed. 

Besides others there are, therefore, three principal reactions 
that take place when the acycUc imido-esters are treated with 
the lower alkyl iodides : 

a. A transference of alkyl group from oxygen to nitrogen. 

b. The formation of hydrogen iodide which with unaltered 
imido-ester gives a primary amide (benzamide). 

Cw A decomposition of the imido-ester into nitril and alcohol. 

Experiments with BenzimicUhesters* 

Benzimidomethylester and methyl iodide readily react at 
ordinary temperature. 30 g. of the imido-ester were allowed 
to stand for a month with 16 g. of methyl iodide (0.5 mole- 
cule) ; in a short time crystals separated, which finally devel- 
oped into well-crystallized, flattened prisms. This material 
proved to be benzamide containing a small amount of cyan- 
phenin, and it weighed 8.6 g. The oil filtered from this was 
distilled at 13-12 mm. pressure {A below). 

For comparison, 20 g. of the ester were heated to about 
100® for five and a half hours with 1 g. of methyl iodide. 
On cooling, crystals separated but were not filtered off, the 
whole being distilled at 9-12 mm. pressure, when the follow- 
ing fractions were obtained {B) : 

* The imido-esters in the following experiments were all freshly distiUed. 
Under diminished pressure thej boU unaltered without exception. 
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A. B. 





o. 




e. 


(1) below 159° 


3.4 


(1) below 166° 


2.9 


(2) isg'-ieg" 


9.8 


(2) 156°-166"' 


7.9 


(3) 169°-174° 


11.6 


(3) 166''-168° 


7.7 



The first portions, in both cases, consisted chiefly of 
benzonitril. 

The second portions did not solidify on standing or when 
cooled in a freezing-mixture. When distilled at 760 mm. pres- 
sure, B (2), for example, began to boil at 276**, and a strong 
odor of amine and benzonitril was given off. The material 
had no constant boiling-point, but distilled steadily up to 291®, 
when the distillation was stopped and the residue (the greater 
portion) was cooled. It then solidified and, when crystallized 
from a small amount of alcohol, gave colorless flattened prisms 
melting at 82®. This material had all the properties of 
methylbenzamide (see below). 

The third fractions in both cases readily solidified and were 
crystallized from water. A (8) gave square tables of methyl- 
benzamide, while B (3), from which benzamide was not re- 
moved by filtration, gave a mass of plates melting at 128**, 
i. e., benzamide.* 

The products identified in these reactions are, therefore, 
methylbenzamide, benzamide, benzonitril, and a trace of 
cyanphenin. 

From the above it appears that the action of methyl iodide 
on benzimidomethyl ester is the same at 100® as at ordinary 
temperatures, and that a small amount of methyl iodide pro- 
duces practically the same result in this reaction as a large 
amount. 

Bemimidoeihyl Ester and Ethyl Iodide. — In the previous 

* In describing benzimidomethyl ester (Amer. Chem. Jonr., xTii, 308), 
the author stated that this ester, on standing, deposits benzamide. It is now 
known that this result was due to the presence of methjl iodide, since the 
pure ester prepared by Pinner's method does not deposit benzamide on stand- 
ing. Dains (J. Am. Chem. Soc, zxi, 166), in his work on the isonreas, quotes 
this supposed behavior in his comparisons. Benzimidomethyl ester, when 
pure, is quite stable. 
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paper the ester was heated with ethyl iodide, while the follow- 
ing is a description of the action at ordinary temperatures: 
49 g. of the ester were mixed with 52 g. of ethyl iodide 
and allowed to stand for a month. At the end of this time 
5.2 g. of beautifully crystallized cyanphenin separated. It 
melted sharply from 230^ to 231^. The filtrate from this waa 
distilled at 773 mm. pressure, when 61.7 g. of crude ethyl 
iodide were recovered (below 186®). After the ethyl iodide 
was over, the material began to distil at 186°, when, up to 
278*", 2 g. of fishy-smelling oil were obtained, mostly benzo- 
nitriL From 278'' to 293'' 10.8 g. of oil were collected, while 
from 298® to 800® the remainder practically all came over. 
This weighed 23.6 g. and when crystallized once from dilute 
alcohol it separated in small flattened prisms and melted from 
69® to 70®, this material being pure ethylbenzamide. 

A search was made for diethylbenzamide in the portion 
boiling from 278° to 293®, it having been found that this sub- 
stance boils at 282®. For this purpose the fraction was cooled 
in a freezing-mixture, and considerable ethylbenzamide was 
then removed by filtering. The filtrate, when distilled at 763 
mm. pressure, gave a few drops of fishy-smelling oil below 
200® ; then up to 290® no definite boiling-point was observed, 
the mercury in the thermometer not stopping an instant at die 
boiling-point of diethylbenzamide. From the lower-boiling 
portion of this fraction benzonitnl was obtained ; the higher 
consisted mostly of benzamide. 

The chief products of this reaction are, therefore, ethyl- 
benzamide, benzamide, benzonitril, and cyanphenin. 

Diethylbenzamide was prepared from 6 g. of diethylamine 
by means of the Baumann-Schotten reaction. It was obtained 
as a clear, colorless oil that became thick, but did not soUdify 
at -26®. It boiled from 282® to 283® at 763 mm. pressure, 
and agreed in properties with the products obtained by Hall- 
mann* and by Romburgh.f It is less soluble in warm water 
than in cold. 

• Ber. d. chem. Ges., ix, S46. 

t Becaeil d. Travaux chim. d. Pays-Bas., iy, 387. 
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An experiment to determine whether benzonitril, ethyl 
iodide, and ethyl alcohol react under the above conditions 
was performed as follows: 10.5 g. of benzonitril were mixed 
with alcohol and ethyl iodide in molecular proportions and 
the mixture heated from 100° to 115** for nine hours. On 
opening the tube there was no pressure, and, on distilling at 
about 10 mm. pressure, the entire material boiled from 71*^ to 
72*^ (benzonitril), except a few drops of black tar which 
remained in the residue. No benzamide or ethylbenzamide 
was formed. 

Bemimidoisobutyl Ester and Methyl Iodide. — 30 g. of 
the ester were heated with a little over one molecular pro- 
portion of methyl iodide from 80° to 115° for four hours. On 
cooling, an oil was obtained containing some crystals in sus- 
pension. They were filtered and consisted of cyanphenin 
and benzamide (separated by boiling water). The oil was 
distilled at 765 mm. pressure, when the portion boiling below 
160° was collected. It weighed 24 g., while the calculated 
yield of isobutyl iodide is 31 g. On redistilling, it boiled 
mostly from 121° to 121.5°, and proved to be pure isobutyl 
iodide. 

The residue boiling above 160° was then distilled at 18-19 
mm. pressure, when three fractions were obtained: (1) 98°- 
172° (benzonitril); (2) 172°-177° ; (3) 177°-187°. The last 
portion readily solidified; the second deposited crystals on 
standing. On crystallizing the material from alcohol, prisms 
were obtained melting at 82°. Romburgh gives 78° as the 
melting-point of methylbenzamide. That the material is 
methylbenzamide is shown by its properties and the follow- 
ing nitrogen determination: 

Calculated for v.^^a 

CgH^O. '°T*' 

N 10.37 10.40 

The most striking property of the alkylbenzamides is the 
behavior of their saturated aqueous solutions. When these 
are warmed they become turbid in consequence of the separa- 
tion of the amides in the form of oils. This turbidity dis- 
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appears again on warming to boiling, and on again cooling, 
this behavior is reversed. 

Bemimidouobutyl Ester and Isobutt/l Iodide, — 30 g. of 
the former were heated from 165° to 185° for several hours. 
On cooling and opening the tube considerable inflammable 
gas escaped. It was concluded from its odor that this was 
isobutylene. On distilling, 21 g. of isobutyl iodide were 
recovered. The remaining material was distilled at 13 mm. 
pressure, when benzonitril and benzamide were the chief 
products. The higher-boiling portion was crystallized from 
water, when it melted from 126° to 127°, and a nitrogen deter- 
mination gave: 

Calculated for v^..^^ 

CeHgCCNH,. '^*'°™*' 

N 11.57 11.22 

Isolmtylhemamide. — This was prepared from 6 g. of iso- 
butylamine by the Baumann-Schotten method. The material 
thus prepared boiled from 173° to 178° at 13 mm. pressure, and 
at 308°-313°, with slight decomposition, at 760 mm. pressure. 
The oil thus obtained solidified to a beautiful crystalline mass, 
which was crystallized from alcohol with the aid of a freez- 
ing-mixture. It then melted at from 57° to 58°. A nitrogen 
determination gave: 

CiiH,B«0. 

N 7.91 8.19 

Isobutylbenzamide forms chisel-shaped prisms, and is diffi- 
cultly soluble in water and petroleum ether, readily in ether, 
chloroform, and alcohol. 

Bemimidoeihyl ester and isobutyl iodide did not act smoothly. 
The products obtained were benzamide, benzonitril, cyan- 
phenin, ethyl and isobutyl benzamides, and a substance, in 
too small amount for identification, which, after crystalliza- 
tion from alcohol separated in colorless, stout crystals, which 
melted at 192° with effervescence. 
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EXPBBDiBNTS WITH PH£NTLAGETIMID0-BST£BS. 
Bt treat B. JOHNSON. 

Phenylaeetimidomethyl Hater and Methyl Iodide. — (1) 20 g. 
of phenylaeetimidomethyl ester were heated with 9.6 g. of 
methyl iodide (1 molecule of ester to 0.5 molecule of 
iodide) for an hour from 95** to 105**. The product was then 
diluted with ether and the precipitated material filtered off. 
This proved to be phenylacetamide, and weighed 2.2 g. The 
ether solution was evaporated and the oil distilled at 26-28 mm. 
pressure. The first fraction was collected from 115** to 
187**. This weighed 4.2 g. and consisted mostly of phenyl- 
acetonitril. The second fraction was collected from 187° to 
197°. This weighed 6 g., and was crude methylphenylacet- 
amide containing phenylacetamide. On crystallizing it from 
benzene and Ugroln it melted at 147°, and on recrystalUzing 
it from water it melted from 154° to 166** (the melting-point 
of phenylacetamide). If, however, the higher-boiling frac- 
tions are crystallized from alcohol by means of a freezing- 
mixture, methylphenykcetamide is obtained. 

(2) For comparison, 20 g. of phenylaeetimidomethyl ester 
were again heated, this time with only 0.6 g. of methyl 
iodide for six hours to the same temperature as before. The 
residue left by ether (phenylacetamide) weighed 2.7 g. On 
distilling the remainder at 27 mm. pressure the first fraction, 
boiling between 110° and 187°, weighed 4.8 g. ; the second 
fraction, 187**-197°, weighed 5.6 g. 

(8) In another experiment 30 g. of the ester were heated 
with 14.2 g. of methyl iodide, for six hours, from 100** to 110°. 
In this case the phenylacetamide weighed 3.6 g. The first 
fraction of the oil distilled at about 20 mm. pressure, boiled 
at from 110° to 180° (mostly 110°-130°), and weighed 8.4 g. ; 
the second fraction (184°-190° at 18 mm. pressure) weighed 
10.6 g. This latter was combined with the second fraction 
obtained in our second experiment and redistilled at 19 mm« 
pressure, when the greater portion boiled from 179** to 184°, 
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leaving little or no residue. This distillate readily solidified, 
and, when crystallized from alcohol, finally melted from 
64*^ to 67® (the melting-point of methylphenylacetamide is 
given by Taveme * as 68°). 
A nitrogen determination in this material gave : 



Oaknlatod for 
OcHgCH^ONHOH^. 



VomkL 



N 9.39 9.14 

The substance formed in chief amount in these reactions is, 
therefore, methylphenylacetamide. 

In order to simplify the comparison, the above results are 
given in the following table : 



Wei^oC 
Xrter taken. 


Wdffhtof 
^Side. 


Hum. 


Weight of 

Pbenjl- 

•oetamide. 


Wel^tof 

FlntFnotioiit. 

Grade mtrO. 


Weight of 
Second Fraetioni 
Grade Methyl 
AmideT^ 


(1) 20 


9.6 


Ihr. 


2.2 


(0 

4.2 


(a) 

6.0 


(2) 20 


0.6 


6hr8. 


2.7 


48 


6.6 


(3) 30 


14.2 


ehrs. 


3.6 


8.4 


10.5 



From this it is evident that in this rearrangement the same 
result is obtained whether a little (0.6 g.) or a large amount 
(9.5 g.) of alkyl iodide is used. The close agreement of 
experiments (1) and (2) under widely different conditions 
suggests that there is some definite relation between the 
three principal reactions mentioned in the introduction. The 
columns (a, J, (?) show roughly to what extent these three 
reactions take place. In estimating this, however, it must be 
remembered that the total weight of phenylacetamide is low 
according to column {b); that the weight of nitnl includes 
some phenyl- and some methylphenylacetamide; and that 
colimm (a) represents a mixture of the latter two substances. 

Phentflacdimidoethyl Ester and Ethyl Iodide. — 20 g. of 
the ester were heated at 100**-106*' with 19.1 g. of iodide for 
six hours. On cooling, the tube contained a thick red oil, 
together with some plates. The contents of the tube were 
extracted with ether, and the insoluble residue, after being 

* Hecaeil d. Trayaax chim. d. Pays-Bas., xvi, 35. 
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crystallized from water, melted from 153° to 154° ; this was 
pure phenylacetamide. The ether was then evaporated and 
the remaining oil was distilled at 13 mm. pressure. The first 
fraction, collected below 178°, proved to be chiefly phenyl- 
acetonitril. The second fraction, collected from 188° to 198° 
at 17 mm. pressure, was obtained as a thick oil which soon 
solidified in a freezing-mixture. This, when crystallized 
twice from water, separated in the form of colorless plates 
melting from 73° to 74°. A nitrogen determination shows 
that this material is ethylphenylacetamide : 

Calcnlmted for »«„.«■ 

OeHsCH,CONHCA. 'oand. 

N 8.58 8.45 

In this rearrangement, in certain cases, some high-boiling 
material was formed, but this decomposition-product was not 
examined. 

(2) 34.8 g. of phenylacetimidoethyl ester were heated with 
33.3 g. of ethyl iodide (1 molecule of ester to 1 molecule of 
iodide) for six hours from 95° to 106°. The amoimt of phe- 
nylacetamide then obtained, on proceeding as above, weighed 
2.6 g., and the amount of crude ethylphenylacetamide weighed 
10.9 g., the remainder being phenylacetonitril and some high- 
boiling residue. 

(3) In another experiment 20 g. of the ester were heated to 
100°-110° for six hours with 19.1 g. of ethyl iodide, when the 
amount of amide isolated weighed 1.3 g., and the amount of 
crude ethylamide weighed 5.2 g. 

In all of the above experiments the first fractions were 
tested for unaltered imido^ster by mixing a portion with ben- 
zene, and passing in dry hydrogen chloride, when no precipi- 
tate was produced; hence in each case the imido-ester had 
entered into reaction completely. 



Digitized by VjOOQ IC 



OF IMIDO-ESTERS. 256 

EXPBBIMENTS WITH FUBIMIDOMETHYL ESTER, /-TOLBNYL- 
IMIDOMBTHYL ESTBE, AND )8-NaPHTHYLIM1DOBTHYL 

Ester. 
Bt munson d. atwater. 

Fwimidcmethyl Ester, ^^^^^'^qqjj » ^'^^ ^^^^ obtained 
from furyl cyanide by following the directions of Pinner * for 
the preparation of the corresponding ethyl ester. It was 
obtained as a clear, colorless oil of peculiar odor. When 
distilled at 8 mm. pressure, it boiled from 62° to 67°. Re- 
distilled at 762 mm. pressure, it boiled from 169° to 172°; 
and a nitrogen determination gave the following result: 

CalculAted for »^„«,i 

CeEiNOr '<^'*^ 

N 11.2 11.4 

Furimidomethyl lister and Methyl Iodide. — (1) 19 g. of 
the ester were heated for six hours at 100° with a little over 
10 g. of methyl iodide. The product, a light-yellow oil, was 
distilled at 21 mm. pressure, when 12 g. of material boil- 
ing from 137° to 147°, was obtained. This was redistilled at 
ordinary pressure and collected between 250° and 253°. This 
portion, on standing several days in a desiccator, deposited a 
considerable crop of colorless, stout crystals, which, when 
crystallized from ligroin, melted at 64°. A nitrogen deter- 
mination gave: 

Oaloulated for v^^...^ 

CeH^NO,. '**"^ 

N 11.2 11.4 

This material is, therefore, methylpyromucamide. The 
corresponding ethylpyromucamide was f oimd by Wallach f to 
be an oil boiling at 258°. 

(2) In another experiment 80 g. of the imido-ester were 
mixed with 17 g. of methyl iodide and allowed to stand 
nineteen days. At the end of this time 1 g. of pyromuca- 
mide had separated, melting at 140°. The oil filtered from 

♦ Die Imidoather, p. 60. t Ann. Chem. (Llebig), ccxiv, 229. 
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this was distilled at 20 mm. pressure. The oil collected below 
143^ had the odor of the unaltered material, while the remain- 
ing portion, between 143® and 148**, solidified and proved to be 
a mixture of pyromucamide and methylpyromucamide. 

The behavior of this ester with methyl iodide is therefore 
closely similar to that of the preceding. 

p-Tolenylimidomethyl Ester. — This ester was prepared from 
p-tolunitril by Pinner's directions. It was obtained as a 
clear, colorless oil, with an odor entirely different from that 
of the nitriL It boiled at 105.5® at 10.5 mm. pressure. A 
nitrogen determination gave: 



F^mnd. 



OalenUited f or 
C,HuNO. 

N 9.39 9.48 



p-ToUnylimidomethyl Hater and Methyl Iodide. — 20 g. of 
the ester were heated to 100*" for four hours. A Uttle pressure 
was found on opening the tube, which was filled with a yellow 
crystalline mass of material. On crystallizing twice from 
water (?) this melted from 144® to 145® (the melting-point of 
jE>-toluic methylamide is given by Gattermannand Schmidt f as 
143®). A nitrogen determination gave: 



Found* 



Calculated for 
C,H„NO. 

N 9.39 9.36 



jhTolenylimidomethyl Ester and Methyl Alcohol. ^^Ib g. 
of the ester were heated with one molecular proportion of 
methyl alcohol for six hours at from 100® to 110®. As there 
appeared to be no reaction, the mixture was heated at from 
100"* to 140® for six hours more, and finally at from 150® to 
176® for some time. The material then had the odor of nitril, 
and it was distilled at 13 mm. pressure, when, after the alco- 
hol escaped, it all boiled from 95® to 97® (the boiling-point of 
j>-tolunitril), except a very slight residue. This, crystallized 
from water, melted at 159®, and was therefore p-toluic amide. 
Under these conditions no rearrangement took place. 

* Ann. Chem. (Liebig), ccxliv, 51. 
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^Naphthylimidoeihyl Ester and Ethyl Iodide. — The ester 
was prepared from /S-naphthonitril, Pinner's directions being 
followed. It was found that it could be distilled under dimin- 
ished pressure, but the record of its boiling-point is not at 
present available to the writer. That it did not suffer decom- 
position in this treatment is shown by the following nitrogen 
determination : 

Oalcolated for w«,«^ 

CuHuNO. '*"^- 

N 7.0 7.4 

The material thus prepared is a clear, colorless oil, and 
quite stable. 24 g. of this ester were heated with 9.4 g. 
of ethyl iodide for six hours at 100°. On cooling, the 
tube was found to contain a solid mass of yellow material. 
It was treated with alcohol, which left behind a small 
amount of white crystals which melted above 280*^. 
The soluble part, when crystallized from alcohol, melted 
constantly at 129*^-131'^, and is undoubtedly ethyl-yS-naph- 
thamide, but a nitrogen determination gave 8.1 per cent of 
nitrogen. (Calculated for amide 8.2 per cent, for ethyl amide 
7.0 per cent) The lack of sufficient pure material prevented 
a duplicate analysis. 

Experiments with Silveb Succinimide and Benzoyl- 

BENZIMIDOETHYL ESTEB. 

Bt bayard BARNES. 

Silver Succinimide and Methyl Iodide, — It was shown by 
Comstock and Wheeler * that if perfectly dry silver succini- 
mide is treated with alkyl iodides at ordinary temperatures, 
and especial care is taken to avoid moisture, oxygen esters can 
be isolated. The formation of a small amount of the nitrogen 
ester under these conditions was also observed, and it was re- 
marked that " If the nitrogen ether is formed by molecular 
rearrangement from the oxygen ether, that rearrangement 
must take place in this case at ordinary temperature." This 

• Ainer. Chem. Jour., xiii, 519. 

TOL. II. — 17 
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we now know to be the ease, since this rearrangement is the 
chief reaction at high temperatures. For example : 27 g. 
of the silver salt were heated with 22.8 g. of methyl iodide 
for six hours at lOO"". The material was then extracted with 
ether and distilled at 20 mm. pressure, when it boiled from 
140^ to 155°. This readily solidified and, on ciystallizing from 
alcohol, it melted from 68° to 70°. A nitrogen determination 
gave: 

C,H,NO^ '««»*• 

N 12.38 12.46 

The material is therefore iV^methylsuccinimide. On ex- 
tracting the silver residue with alcohol, and crystallizing the 
extract from benzene, succinimide was obtained. 

Silver Succinimide and Ethyl Iodide. — (1) 24 g. of the 
silver salt and 22.5 g. of ethyl iodide were heated for twelve 
hours at 100°. As unaltered silver salt still remained, 13.8 g. 
more iodide were added, and the whole reheated six hours 
longer. The material was then extracted with benzene and 
distilled at 20 mm. pressure. The first fraction was collected 
between 122° and 182° ; the second from 182° to 142° ; while 
above 142° the material solidified in the delivery tube. 

The first portion was a pale-yellow oil at ordinary tempera- 
ture, but it solidified on cooling, and, on freezing out of ether, 
it was obtained in colorless crystals melting at 26° (the melt- 
ing-point of i\^thylsuccinimide). The second fraction was 
mixed with a little aniline, and the presence of the oxygen 
ethyl ester established by the formation of crystals, which, 
after purification by dissolving in hydrochloric acid and pre- 
cipitating with ammonia, melted at 216°, this substance being 
the " base " described by Comstock and Wheeler, which per- 
haps may be called a-ketopyrrolidine-a-phenylimide or o-anili- 
dopyrrolon according to whether it has the structure : 

CH,CO\ CHjCOx^ 

W /^ or is^C f • 
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The third fraction or residue was found to consist of suc- 
cinimide. 

(2) In another experiment 80 g. of the silver salt were 
heated with 45 g. of ethyl iodide for ten hours at from 150'' 
to 155**. The material was then extracted with dry chloro- 
form and the extract distilled at about 20 mm. (?) pressure. 
The portion boiling below 184** was redistilled at ordinary 
pressure, when it nearly all came over at 233^-235° (i\^thyl- 
succinimide boils at 284°-285^). A nitrogen determination 
in this material gave: 



Voviiid. 



OftloiilAtod f or 
CANO|. 

N 11.02 10.70 



It follows from the above that the oxygen ethers of suc- 
cinimide undergo rearrangement at high temperatures with 
methyl and ethyl iodides giving the isomeric nitrogen com- 
pounds. 

Beruoylbemimido Ester and Ethyl Iodide. — As an example 
of the behavior of the acylimido-esters with ethyl iodide, we 
describe the following experiment. We were unable to dis- 
cover any evidence of a rearrangement taking place in this 
case. This is probably due to the negative character of the 
acyl ester rather than to a stereochemical interference depend- 
ing on the molecular magnitude of the =NR grouping. This 
subject will be investigated later. 

Twenty g. of benzoylbenzimidoethyl ester and 6 g. of ethyl 
iodide were heated for eight hours at from 110^ to 120^, when 
the material was found to be unaltered. It was reheated 
for seven hours at from 120** to 150"* with the same result. 
Finally, when heated to 200** for six hours, it decomposed. 
On opening the tube there was considerable pressure and a 
strong odor of benzonitriL The material was shaken with 
sodium carbonate and extracted with ether. The solution 
of sodium carbonate extracted benzoic acid, and the ether took 
up benzonitril and ethyl benzoate. The amount of benzonitril 
obtained weighed 5.6 g., while the calculated yield of benzoni- 
tril for the following decomposition is 8 g. : 
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^NiCOC^Hai 

C«H,Cv i 

iOC,H5 



= CeHsCN + CeHsCOOCsH,. 



It is our intention to continne the study of these rearrange- 
ments in other series. 

Nbw Hatek, June 27, 1899. 
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RESEARCHES ON THE SODIUM SALTS OF 
THE AMIDES.* 

By henry L. wheeler. 

The work described in this paper was undertaken with the 
object of determining the relative ease with which certain acid 
amides yield sodium salts, and of determining whether a 
stereochemical interference is noticeable in this series, by com- 
paring the velocity at which, under given conditions, meta- 
meric amideis of the form R— NH-O-H and H— NH— C— R 

d « 

form salts. Such a comparison, taken in connection with a 
similar examination of the disubstituted formamides, 

RNHCOR' and R'NHCOR, 

in which R = aryl and R' = alphyl, might be expected to 
throw new light on the disputed question of the structure of 
these salts. For example, which one of the above-mentioned 
isomeric forms is most favorable for the formation of sodium 
salts, or, in other words, in what position does R have the more 
retarding effect ? And is this effect general for one of these 
types ? If the sodium attache? itself to nitrogen, then R 
should exert a greater interference when attached to the same 
atom than when further removed or attached to carbon ; for 
example, formanilide, C^H^NHCOH, should then give a salt 
less easily than benzamide, HNH— COC^^. 

As regards the velocity of formation of the salts, the question 
of relative acidity or negative character of the molecules arises 
at once. Do the amides give salts in accordance with the 
strength of the acids from which they are derived? To what 
extent does the basic character of the amino group influence 

* Amer. Chem. Jour., zxiii, No. 0. 
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the velocity of formation of the salts?* The latter questions 
are evidently the first to be decided. 

It was necessary at the outset to devise a new method for 
the preparation of the sodium salts. It was found that sodium 
amalgam answers the purpose better than metallic sodium; 
that in boiling benzene the former does not become covered 
with a coating, as the metal does ; and that salts can be pre- 
pared by its use which cannot be obtained by any of the pre- 
viously existing methods. 

In order to determine whether acidity is the chief factor in 
determining the velocity of formation of the sodium salts, the 
following anilides in molecular proportions, taking 0.5 g. of 
acetanilide, were dissolved in 100 c. c. of benzene and boiled 
for one hour with 9 g. of a 4.7 per cent amalgam. The solu- 
tions were then filtered as rapidly as possible, and the amount 
of anilide which had formed sodium salt was determined as 
described below. The following figures approximately show 
this amount in percentages, the afi&nity constants of the re- 
spective acids being given for comparison: 

AfOTMm of Two V A 

Bxperfanaiits. '^^ 

Formanilide, CeH^NHCHO, 100 Formic acid, 0.0214 

Acetanilide, CeHeNHCOCHg, 82 Acetic acid, 0.0018 

Oxanilide, (CeHjNHCO— )„ 63 Oxanilic acid, 1.21 

Benzanilide, CeHjNHCOQH,, 38 Benzoic acid, 0.006 

From this it is evident that the results do not correspond 
with the strengths of the acids. Thus, oxanilide should give 
a salt more readily than formanilide and acetanilide, and 
benzanilide more readUy than acetanilide. 

That basicity does not exert the most important influence, 
the acyl radical being the same, is shown by the f oUowing re- 
sults, which were obtained under the same conditions : 

* It is well known that the presence of negative groups in the amides 
farors the formation of salts, dibenzamide, benxoylorethane, etc., ar« solnble 
in alkali, while benzamide is insoluble, and again, the acyl cyanamides hare 
stronger acid properties than the acids from which they are derived. Bader, 
Zeitochr. phys. Chem., t1, 306. 

t Ostwald, Ibid., ill, 241. 
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Benzamide, HtNGOC«Hs 98 

Benzanilide, GeHgHNGOC;H« 38 

Benzoylbenzylamine, C«H»CHtHNCC)C«H» ... 1 

Ammonia 0.0023 

Benzylamine 0.0024 

Thus, if the positive character of the molecules determined 
the velocity of formation of the salts, benzanilide should 
react more readily than benzamide; and since benzylamine 
has practically the same basicity as ammonia, the benzoyl 
compounds should give salts with equal readiness. 

It is interesting to note here that Hjelt f found that the 
rate of saponification of the alkyl malonic esters is not in 
agreement with the affinity constants of the corresponding 
acids, but that it agrees, rather, with what would be expected 
from the theory of stereochemical interference. 

In order to determine which one of the two general forms, 
RNHCOH or HNHCOR, is more favorable for salt forma- 
tion, the following amides were examined under the same 
conditions as described above, except that 28 g. of a 0.78 per 
cent amalgam were used. The figures represent the per- 
centages of amide converted into sodium salt under these 
conditions : 



Formanilide, C«H»JTHCO.H 57 

AcetanUide, C«Hj.NHCO.CHg 8 

Propionanilide, C«H,NHCO.C,H, 12 

Benzamide, HJTHCO.CeHfi 51 

Methylbenzamide, CHg.NHCO.CeH« 

Ethylbenzamide, C,H5.NHC0.C«H, 

In the following cases the conditions were the same as in 
the first experiments, using a 4.7 per cent amalgam. In all 
cases excepting formanilide and benzamide, however, 160 c. c. 
of benzene were used : 

• Bredig, Zeitschr. phys. Chem., ziii,80& 
t Ber. d. chem. Gef., xziz, 1806. 
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Formanilide, CeH,NHCOH 100 

Orthoformtoluide, C«H4CH,NHC0H 96 

o-Formnaphthalide, CioH^-NHCOH 99 

2,4,6-Trimethylformaiiilide, C«H,(CHa),NHCOH . 96 

Benzamide, HNHCOCeHs 98 

Orthotoluamide, HNHC0CeH4CHa 91 

a-Naphtharaide, HNHCOC10H7 76 

2,4,6-Trimethylbenzamide, HNHC0C«H2(CHa)a . 88 

These results, thus far, show that a disubstituted f ormamide 
gives a salt less readily than one that is monosubstituted, 
which would be expected from the theory of stereochemical 
interference ; and that when the larger or interfering radical is 
attached to nitrogen it has less effect in retarding the forma- 
tion of sodium salts than when attached to the keto group. 
They, therefore, indicate that the sodium is attached to oxy- 
gen.* Although it is true that the results all point in this 
direction, nevertheless the interference which might be ex- 
pected in certain cases does not exist, while in others an 
unexpected inertness is shown: An examination of the 
isomeric cycloamides, oxindol (I) and phthalimidine (11), 
under the same conditions as in the first experiments, showed 
that in both cases the amount of amide which had formed salt 
was practically 100 per cent, while benzoylbenzylamine (III), 
which has an acycUc structure corresponding to phthalimi- 
dine, as already stated, gave practically no salt under these 
conditions : 

L iL ra. 

QH / \C0, C«H/ >H, ' >-H. 

The interesting results obtained by Remsen and Reid f on 
the saponification of the substituted benzamides show that 
substituents in the ortho position " exert a remarkable protec- 
tive influence on the amide group." The order in which the 

* Compare Michael, J. prakt. Chem., Ix, 322. 
t Amer. Chem. Jour., xxi, 28L 
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various groups produce a retardation was found to be as fol- 
lows, in Older of decreasing influence: NO,, —I, — NH,, 
-CHa, -CI, -OH, -O.CaHj, -O.CHg. Unfortunately, 
for a comparison with the velocity of formation of the corre- 
sponding sodium salts, only — NHj, — CHs, and the least 
interfering groups, — O.CjHj and — O.CHs, are probably avail- 
able for examination by the present method. The results 
with orthotoluamide indicate, however, that interference 
also plays a part in the formation of the sodium salt of that 
compound, although it is not shown in a very decided manner. 
On the other hand, it is curious that benzoylbenzylamine, and 
methyl- and ethylbenzamides are so inert, and that they give 
salts less readily than benzanilide, while the results with 
trimethylbenzamide are most unexpectedly high. 

The derivatives of 2-4-6-trimethylbenzoic acid, like other 
diorthosubstituted acids, are notably inactive in reactions 
which are supposed to involve an addition to the keto group.* 
The acid is not converted into its ester by means of hydrogen 
chloride and alcohol.f The ester J and amide § are difl&cult to 
saponify, while the chloride is remarkably stable towards 
water and alkalies. Diorthosubstituted acid chlorides in 
general react readily with ammonia, || however, and the silver 
salt of trimethylbenzoic acid gives almost a quantitative yield 
of the ester with methyl iodide.^ It is assumed that these 
latter reactions do not involve any addition to the keto group, 
but take place by direct substitution.** The fact now that 
2,4,6-trimethylbenzamide forms a sodium salt practically as 
readily as orthotoluamide, and that no very decided stereo- 
chemical interference is found in this reaction, would suggest 
that here, also, direct substitution takes place, and that the 

* Henry, Ber. d. chem. Ges., x, 2041 ; Wegscheider, Monatschefte, zvi, 148 ; 
Angeli, Ber. d. chem. Oes., xxiz, R, 591 ; Pechmann, Ibid., xxxi, 504. 

t V. Meyer. Ibid., xxvU, 510. $ Ibid^ xxvii, 12tJ3. 

S Sudborough, J. Chem. Soc. (London), 1897, 229. 

I Sudborongh, Ibid., 1897, 234. 

T Meyer, Ber. d. chem. Ges., xxyii, 1580. 

** Max Scholtz, Der EinfluM d. Raumerfiillung d. Atomgmppen* Sad- 
borough, loc. cit. 
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sodium is attached to nitrogen. On the other hand, if the 
sodium is attached to oxygen, the reaction must be an addition 
of sodium hydrate to the keto group, and then a separation of 
water, as follows : * 

CH, CH, 

J I 



I,-/ \cO.NH, CHr-/ V 



ONa 



in. 



CH, 
CH, 



o- 



.^NH 



^ONa 



in, 



If this is true, it follows that 2,4,6-trimethylbenzaimde, out 
of all harmony with the theory of stereochemical interf erence, 
must readily form an addition-product with the alkali. This 
is precisely what takes place, not only in this case but also 
with the symmetrical 24»6-tribrombenzamide, which Sudbor- 
ough states exhibits the greatest amount of stereochemical 
interference, as regards its hydrolysis, of any of the amides 
examined by him. 

The ease with which 2,4,6-trimethylbenzamide forms a 
sodiimi salt is therefore in harmony with the theory that the 
metal in the sodium salts of the amides is attached to oxygen. 

I have found that 2,4,6-trimethyl- and tribrombenzamid^ 
are readily removed from even their dilute solutions in ether 
by simply shaking with powdered potassium hydrate, the ad- 
dition-product being absolutely insoluble in ether. On filtering 
and treating the residue with water, these compounds undergo 
dissociation, and the unaltered amides are recovered. 

* NaturaUy a mere trace of moisture would be sufficient, since the water 
which separates would again react untU aU the amide is conrerted by the 
sodium into salt 
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In Older to prepare the compound C«H,BrgCONHi.NaOH, 
it is simply necessary to pour an excess of the amide dissolved 
in benzene over finely powdered sodium hydrate, whereupon 
the latter is quantitatively converted into the addition- 
product.* 

This is all the more surprising since Pechmannf found 
that 2,4,6-trimethyl1:)enzoic ester does not form an addition- 
product with sodium alcoholate, which is one of the notable 
properties of ethyl benzoate, and I have found that 2,4,6- 
tribrombenzoyl chloride and methyl 2,4,6-tiibrombenzoate 
do not give addition-products with potassium hydrate, and 
also that 2,4,6-tribrom-N-dimethylbenzamide yields no sodium 
hydrate compound under the same conditions that proved 
successful with the amide. 

The readiness with which the diorthosubstituted amides 
form addition-products with the alkali, contrasted with their 
inertness as regards saponification, suggests that the processes 
involved in the formation of sodium salts and in saponification 
are not analogous. If we accept the addition theory of 
saponification, the existence of these alkali addition-products 
shows that the stereochemical interference in regard to the 
saponification of these amides, at least with alkali, is not due 
to a protection from attack, but, for some other specific 
reason, they give up ammonia with difficulty. 

That these alkali addition-products have the elements of 
the alkali attached to the keto group, and are not merely 
so-called molecular compounds, is shown by the behavior of 
the sodium hydrate addition-product of thioacetanilide with 
benzoyl chloride, which reaction yields acetanilide and thio- 
benzoic acid, as follows: 



^NHC,H, 




/NHC.H. 


CH,CONHC,H, 


CH,C-OH 


-♦ 


CH,C-OH 


-> + 


^SNa 




^SCOC,H, 


HSCOC,H, 



* Interesting also, in this connection, is the fact that Raster and Stallberg 
(Ann. Chem. (Liebig), cclzxviii, 217) state that anitro-2,4,e-trimeth7lbenzamide 
dissolyes in aqneoos alkali and even in carbonates. 

t Locdt 
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That they have the formula 

^NH, ^NHNa 

. EC— OH and not RC-OH 
"^ONa ^OH 

is shown by the behavior • of the addition-products of f orm- 
anilide, formtoluide, etc. 

When heated, or, as found by Tobias,! when simply al- 
lowed to stand over sulphuric acid, these compounds decom- 
pose as follows: 



/ 



KHCeH,| H^C«H, 



HC-OiH i -> + 

\^:; HCOONa. 

ONa 

This formula, as representing the structure of these addi- 
tion-products is objected to by Cohen and Brittain,} since, 
when heated, the analogous sodium alcoholate addition-prod- 
ucts § lose alcohol and yield sodiiun acetanilide, || which, with 
methyl iodide, gives methylacetanilide, methylaniline, etc. 
Their statement that this formula " would necessitate a molec- 
ular change of a very complex character which is scarcely 
justified by the facts" no longer holds true, since phenyl- 
formimidomethyl ester undergoes this rearrangement with 
methyl iodide, even in the cold, yielding methylacetanilide : 

HCf -^ HC^ ^«"« 

^OCH, \ 

Experimental Part. 

Experiments with a 0.73 Per Cent Amalgam. 

Formanilide. — The method adopted in general for the de- 
termination of the ease with which the amides form salts was 

* See also Hantzsch, Ann. Chem. (Liebig), cczctI, 91. 
t Ber. d. chem. Ges., xt, 2461. 

I J. Chem. Soc. (London), 18P8, clxii. 

§ Cohen and Archdeacon, Ibid., Ixiz, 91. 

II Seifert, Ber. d. chem. Ges., zTiii, 135& 
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as follows: 0.4481 g. of formanilide, and the equivalents of 
the other amides, were dissolved in 100 c.c. of benzene 
and heated, whereupon 23 g. of a 0.73 per cent amalgam 
were added. This is somewhat more than twice the calcu- 
lated quantity of sodium. After boiling one hour, the solu- 
tion was filtered, and the residue of sodium salt was collected 
on the filter, while the heavier amalgam was allowed to 
remain in the flask. The whole was washed with somewhat 
over 50 c. c. of waim benzene by means of a wash-bottle and 
the filtrate evaporated in a weighed flask, the residue being 
dried in a stream of air at ordinary temperature. In most 
cases the residue consisted of unaltered amide, which gave 
directly the weight of material not forming sodium salt. In 
all cases this residue, after weighing, was treated with water 
and titrated with a standard hydrochloric acid solution, using 
an aqueous solution of the sodium salt of orthonitrophenol 
as indicator, which recommended itself, since it gives a very 
sharp end-reaction by gaslight and carbonic acid does not 
interfere except in the cold. 

In this manner the amount of sodium salt dissolved by 
the benzene was determined and the correction made. The 
amount of amide forming sodium salt was then determined by 
difference. In some of the experiments the amount of anilide 
recovered, after boiling with amalgam, was determined by 
saponifying the anilide with strong hydrochloric acid, and then 
determining the amount of aniline volumetrically by means of 
a standardized solution of potassium bromate and bromide.* 

Two experiments with formanilide, performed as above, 
gave 0.1963 and 0.1859 g. anilide not attacked, corresponding 
to 56 and 58 per cent as sodium salt. This sodiimi salt is 
insoluble in benzene. 

It must be understood that the quantitative results given in 
this paper are merely approximate, and in certain cases it is 
difficult to get closely agreeing results. The first difficulty 
encountered is the fact that with the solid amalgam it is diffi- 

• Reinhardt, Zeitschr. anal. Chem., xzxiii, 00; compare Fran9oi8 and 
Denig^B, J. Soc Chem. Ind., zyiii, 866. 
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cult to get the same state of division each time, although in 
each case the amalgam was freshly powdered and passed 
through a moderately fine sieve before it was used. A curi- 
ous result was observed when two different preparations of 
a semi-solid amalgam was used, both containing the same per- 
centage of sodium as far as could be determined ; i. e.y 0.72 
and 0.78 per cent. By means of the latter, when acetanilide 
was boiled for one hour, 8.7 and 8.0 per cent were found to 
have been converted into sodium salt; with the former prep- 
aration, however, on boiling for two hours three experiments 
each gave 8.9 per cent as the amount of anilide that had been 
attacked. 

It has previously been observed that certain preparations of 
sodium amalgam have given widely different results in reduc- 
tion experiments,* and Aschan f explains this by the assump- 
tion that impurities cause the evolution of hydrogen in the 
molecular form and not in an active state. This explanation 
fails in the above case. With these results, which fortunately 
occurred at the beginning of the work, all the comparisons 
were afterward made with portions of the same preparations. 

Other sources of error are as follows: The sodiiun salts are 
bulky, gelatinous, and difficult to wash when prepared in this 
way; tiierefore the small quantities of amides used in the 
experiments, and, in some cases, the residues left on evap- 
orating the benzene, are difficult to dry. In no case was any 
reduction of the anude observed, as in the case when the 
amides are acted on with amalgam in acidi^ or alkaline § 
solutions. 

Acetanilide. — When two experiments with 0.5 g. of this 
anilide were performed as described above, 8.7 and 7.9 per 
cent of the anilide were found to have been converted into 
sodium salt This quantity was all dissolved in the benzene 
solution. Experiments at 20"^, the other conditions being ex- 
actiy the same, gave peculiar results. It was found that 17.8 

* Lsssar-Oohn, Lab. Manual Org. Chem., p. 808. 

t Ber. d. chem. G«8., xxiy, 1866. % Guareichi, Ibid., rii, 1462. 

S Hutchinson, n)id., xziy, 173. 
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and 20.8 per cent of the acetanilide had been converted into 
sodium compound, or about two and one-half times as much 
as at the temperature of boiling benzene. The explanation of 
this was found on filtering the benzene solution, when before 
the washing was complete the sodium hydrate addition-product 
mentioned by Cohen and Biittain || began to separate. This 
owed its formation to the unayoidable presence of moisture 
absorbed by the amalgam and benzene during the manipula- 
tion. These authors state that the alkali addition-products 
are readily dissociated at the temperature of boiling ether; 
therefore, all other experiments described here were performed 
at the temperature of boiling benzene. 

The sodium hydrate addition-product of acetanilide is 
soluble in benzene, while that of formanilide is insoluble; 
therefore, at temperatures at which the intermediate addition- 
products are stable, more sodium compound should be formed 
in the case of acetanilide than with formanilide, when treated 
with metallic sodium covered with a layer of sodium hydrate. 
The results of the following experiments proved this to be 
true. The anilides were dissolved in 100 c.c. of benzene 
(0.4481 g. formanilide and 0.5 g. acetanilide) and shaken in a 
machine for one hour, with 0.5 g. of sodiimi weighed in the air, 
whereupon formanilide gave 5.3 and 5.9 per cent, and acetan- 
ilide 20.5 and 26.8 per cent anilide as sodium compound. 

Propiananilide. — One experiment with 0.5518 g. of this 
anilide, which was performed in boiling benzene, gave no tur- 
bidity or separation of salt from the benzene solution, but on 
filtering and evaporating, 12.2 per cent was found to have 
been converted into salt. 

Bemamide. — In this case two experiments with 0.4481 g. 
of material gave 1.4 per cent of amide as sodiimi compound 
dissolved in benzene and 49.1 and 50.2 undissolved; total, 
50.5 and 51.6. 

Methyl- and Mhylhemamides gave no evidence of any salt 
formation under the above conditions. The benzene solution 
was found to be free from alkali, and, on evaporating off the 

♦ Loc. clt 
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benzene, the weights of the residues came from 2 to 5 per cent 
too high, it being difficult to dry the material without loss. 

Experimenti with a If.7 Per Cent Amalgam. 

Formanilide. — In each of the following experiments 9 g., 
or five times the calculated quantity of amalgam, were used. 
0.4481 g. of this anilide, when treated as above, gave no 
residue on evaporating the benzene; hence the amount of 
salt formed was 100 per cent 

Acetanilide. — One-half g. gave, in two experiments, 29.6 
per cent as salt dissolved in the benzene, and 48.1 per cent un- 
dissolved in one ; and 29.6 and 66.8 per cent in another ; total, 
77.7 and 86.4 ; average, 82. Lack of better agreement is due 
to the difficulty of drying, owing to the amount of salt dis- 
solved by the benzene. 

Oxanilid'e. — In two experiments 0.4444 g. gave 65.4 and 
60.0 as monosodium salt. This salt is insoluble in benzene ; 
it was separated from all but traces of the amalgam by decan- 
tation, and a sodium determination gave : 

Oalonlated for »«.,«^ 

0«HsNHCOCONaNC,H.. 'ouwl. 

Na 8.8 9.1 

Water decomposes the salt,* liberating anilide. 

Benzanilide. — Attempts to prepare a sodium salt for syn- 
thetical purposes by boiling this anilide in benzene with 
sodium were unsuccessful. Quantitative experiments indi- 
cated that over 95 per cent of the anilide was unaltered. The 
use of xylene, as recommended by Hepp,t gave no better re- 
sult. The method of Seifert % and Blacher § for the prepara- 
tion of sodium salts also failed in this case. It was prepared, 
however, by boiling the concentrated benzene solution with 
an 8 per cent amalgam. 10 g. anilide gave about 7 g. of 

* In determining the amount of sodiom in the foUowing new salts, which 
was done volume tricaUj, a determination of the amount of mercury was also 
necessary in some cases ; in others this was very small and was disregarded. 
The decanted precipitates always contain more or less mercury. 

t Ber. d. chem. Ges., x» S2a X Ibid., zyiii, 1867. 

§ Ibid., xxviii, 435. 
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salt after boiling several hours. It was separated from the 
excess of amalgam by decantatioii. As the amalgam used 
was not freshly prepared and contained some sodium hydrate, 
the results on analysis came high. The percentage of sodium 
calculated is 10.5 ; found, 11.7. In the experiments of Paal 
and Otten * on the action of acyl chlorides on the sodium salts 
of the anilides, they invariably treated the salt of a lower ani- 
Ude with a chloride of higher acid, benzoyl chloride with 
sodium acetanilide, sodium formanilide, etc., and obtained 
nothing but the anilide of the higher acid. The action proved 
to be abnormal, as diacyl anilides were not obtained. It 
seemed of interest, therefore, to try the action of acetyl 6hlo- 
ride on sodium benzanilide under the same conditions as 
described by the above authors, and it was foimd that the 
action was also abnormal in this case, and that nothing but 
benzanilide was obtained. 

Quantitative experiments with 0.7296 g. anilide, on the 
formation of sodium benzanilide, gave 86.3 as the amount of 
amide which had formed salt, in one, and 40.5 per cent in an- 
other; average, 87.9. The salt is insoluble in benzene; it is. 
bulky and gelatinous, but when dried forms a white, amor- 
phous powder. 

Benzamide. — The amide (0.4481 g.) gave 98 per cent as 
the amount that had formed salt, while 1.4 per cent of the 
amide was in solution as sodium salt. After decanting the 
bulky, gelatinous salt and rapidly drying in a steam oven, a 
sodixmi determination gave: 

Oalonlatod for v«»«;i 

CjHyjrON*. '^"""^ 

Na 16.0 16.2 

JEthylbemamide. — Two experiments with 0.5518 g. each of 
this amide, again with the stronger amalgam, gave no evidence 
of any salt formation. On boiling the benzene solution it 
remained perfectly clear, and on examining the residue left on 
evaporating the benzene it was found that less than 0.7 per 
cent of the amide had formed salt. 

• Ber. d. chem. Oes., zziii, 2687. 
VOL. n. — 18 



Digitized by VjOOQ IC 



274 RESEARCHES ON THE 

Bemofflbenzfflamine. — This was prepared by tihe Banmann- 
Schotten reaction. Two experiments with 0.7815 g. of 
material gave perfectly clear solutions on boiling with the 
amalgam, and an examination of the residue, on evaporating 
the benzene solution, indicated that in both cases 1.0 per cent 
of the amide had been converted into sodium salt. The re- 
covered material melted sharply from 106^ to 107^. 

OxindoL — This cycloamide (0.4926 g.) gave a bulky, 
gelatinous separation of salt immediately on warming and, on 
evaporating tiie filtered solution, the residue weighed 0.0050 g. 
It was found to be free from alkali, and, therefore, 99 per cent 
of the amide was converted into salt A sodium determi- 
nation gave: 

Oaloalitodfor nMn^i 

OANONa. ™"^ 

Na 148 16.3 

Phihalimidine. — This amide (0.4926 g.) gave a bulky, 
gelatinous salt, like the above, and the recovered residue of 
unaltered material weighed 0.0066 g. ; hence 98.7 per cent of 
the amide formed salt. A sodium determination gave : 

Oftloolatod for «>^ .,j 

OANONa. ™"^ 

Na 14.8 14.8 

Phenyloxamide. — This amide (0.8087 g.) refused to dis- 
solve completely in 100 c. c. of benzene before adding the 
amalgam, so that the results are not directiy comparable with 
the above. The amount of amide converted into salt was 
found to be 67.8 per cent 

Oxamide and pkthalamide are insoluble in benzene. Fornp- 
amide* immediately liberates ammonia, while acetamide ap- 
pears to be less readily decomposed by the above treatment. 

The following experiments required the use of 160 c. c. of 
benzene, owing to the difficulty with which o-naphthamide 
dissolves in this solvent. 

♦ That this amide gives a sodium salt with great ease, by a less energetic 
reaction, is shown hj the method osed by Freer and Sherman ( Amer. Chem. 
Jour., zviii, 580). 
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Orthoformtoluide. — This was one of the few cases in which 
the ftmalgani showed any tendency to ^ cake,'' or the salt to 
attach itself to the amalgam ; nevertheless, 0.5 g. gave 95.7 
per cent as the quantity of toluide f onning sodium salt ; 3 per 
cent of this was dissolved by the benzene. The salt separated 
by decantation gave : 

C,H,NON«. ^^"^ 

Na 14.6 14.2 

Orthotoluamide. — This was prepared by the method sug- 
gested by Remsen and Reid. The amount used was 0.5 g., 
and 90.6 per cent of this was found to have formed sodiiun 
salt. No salt was found in the benzene solution. A sodiiun 
determination gave : 

Ofclrnilatiwl for WM.ii 

0,B«NO]ira. '<»™^ 

Na 14.6 15.1 

arFormnaphthalide. — Of this, 0.6883 g. gave 98.9 per cent 
as sodiiun salt. It is bulky and gelatinous, and therefore fil- 
ters slowly. Less than 1 per cent of salt was found in the 
benzene. A sodium determination gave : 



Vouiid. 



Oakmlated f or 
OuH«NOKa. 

Na 11.8 12.2 



a-Naphthamide. — The nitrile was prepared from a-naph- 
thylamine by the Sandmeyer reaction. Of the amine 85.8 g. 
gave 18 g. of nitrile boiling at about 800®. When this was 
dissolved in an excess of alcoholic sodium hydrate and warmed 
for a few minutes, the first separation of crystals weighed 5 g. 
and were practically pure amide, melting at 202°. 

The amide (0.6388 g.) gave 28.6 per cent unaltered material. 
After being heated as above, this melted sharply at 202°. 
The amount of amide as sodium salt was therefore 76.4 per 
cent. A sodium determination gave: 



Found. 



CalouUited f or 
OuHsNONa. 

Na 11.8 12A 
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2^4S'Trimeihylformanilide. — The mesidine was prepared by 
heating trimethylphenylammonium iodide at 210^ with a few 
drops of methyl alcohol. It is more readily obtained from 
mesityleniB by nitration and reduction. The f ormyl compound 
melted at 177*". Of this, 0.6087 g. gave 95.9 per cent as 
sodium salt, which separated as a bulky, gelatinous mass. 
Less than 1 per cent of this was dissolved by the benzene. A 
sodium determination gave : 

OaloaUted for v.,..^ 

Na 12.4 12.3 

2,4^6'Trimethylbemamide. — For the preparation of this 
amide mesitylene was nitrated according to the method of 
Schulz.* After distilling in steam, the oil obtained was dis- 
tilled at 15-20 mm. pressure, when the fraction, 120** -130°, 
was collected. It boils for the most part at 150*'-164® at 
about 50 mm. pressure. 131 g. of mesitylene gave 61 g. of 
crude nitro-compound. This, on reduction, gave 25.3 g. of 
mesidine boiling from 224° to 226° (uncorr.). From this the 
nitrile was prepared according to Sandmeyer's reaction, using 
the conditions of Liebermann and BirukofF f ^or the prepara- 
tion of the corresponding 2,4-xylylic nitrile. They obtained 
a yield of 50-60 per cent. In the present case the yield was 
far below this, about 8 g. of crude nitrile being obtained. On 
boiling this for seventy-two hours with alcoholic potash, the 
first separation of crystals, on cooling and ciystallizing the 
product from benzene, weighed 2 g. and melted sharply from 
187° to 188°. 

When 0.6037 g. of this amide was treated with the amalgam, 
an immediate turbidity of the benzene solution resulted, and 
an extremely gelatinous precipitate separated which was dif- 
ficult to wash. The salt is absolutely insoluble in benzene, 
and 87.8 per cent of the amide was converted into salt. A 
sodium determination gave: 

Otlonlated for »^.^ 

C,oH„NON«. *^**'»~- 

Na 12.4 12.8 

* Ber. d. chem. Ges., xvii, 477. f Ann. Chem. (Liebig)» ccxl, 280. 
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Srf^'Trimethylbemamide and Potasnum Hydrate. — It was 
found that this amide readily unites with alkali in the follow- 
ing way: Potassium hydrate was used, as Cohen states that 
these addition-products, in the case of the substituted acetani- 
lides, are more soluble than the sodium hydrate compounds. 
Of this amide 0.8008 g. was dissolved in 100 c. c. of ether, in 
which it is readily soluble, and 2 g. of potassium hydrate were 
powdered under 40 c. c. of ether and then the whole mixed 
together. The mixture was shaken for half an hour and then 
filtered into a weighed flask. It was washed with 100 c. c. of 
ether and, on evaporating the ether and drying the residue in 
a stream of air for a few minutes, 0.0115 g. of unaltered amide 
was recovered ; 96.2 per cent had, therefore, combined with the 
alkali. On treating the alkali with water the amide was 
recovered. 

S^^fi'Tribrombemamide, — This was prepared from met- 
aminobenzoic acid. Tribrombenzoic acid was prepared by 
eliminating the amino group from this after brominating.* 
20 g. of aminobenzoic acid gave 52 g. of the tribromamino acid 
melting at 170^-172°, and this gave 48 g. of crude tribrom- 
benzoic acid. This was converted iuto the chloride in the usual 
way, and, instead of attempting to purify this by crystallizing 
from petroleum ether, in which the compound is readily soluble, 
it was distilled f under a pressure of 85-40 mm., when the 
chloride boiled from 200^ to 210°. On cooling the distillate, 
beautiful, four-sided tables separated, melting at about 47°. 
These were crystallized from petroleum ether. The yield was 
25 g. The amide separated immediately when this material 
was dissolved in alcoholic ammonia, and it melted sharply 
from 191° to 192°. 

This amide is the most difficult to saponify of any yet ex- 
amined ; nevertheless it unites with alkali to form addition- 
products with the greatest ease. 

iyjf^B'Tnbromberizamide and Potassium HydrcUe. — 1.0040 g. 
^f the amide were dissolved in 100 c. c. ether, and 2 g. of potas- 

* Volbrecht, Ber. d. chem. Ges., z, 1708. 
t Sndborough, loc. cit 
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sium hydrate, powdered under 40 c, c. of ether, were added. 
After shaking for half an hour the material was filtered and 
washed with 100 c. c. of ether. On evaporating the filtrate 
only 0,0146 g. of residue was obtained. Therefore, 98.7 per 
cent of the amide had formed an addition-product with the 
alkali, and was filtered off. 

ey4fi'Tnbrambenzamide Sodium Hydrate, C^H^Br^CONB^. 
Na OH. — These addition-products can be isolated in a state 
of purity, as follows: 4 g. of the amide are dissolved in 
160 c. c. of benzene, and the solution poured on 0.3 g. of pure 
sodium hydrate in a mortar (calculated quantity, 0.4 g.). The 
alkali is thoroughly powdered, and then the mass is filtered 
and washed with benzene, in which the addition-product is 
insoluble. On diying rapidly in a steam-bath, a sample thus 
prepared gave the following result on detennining sodium 
hydrate : 

CABr,CONH,.N«OH. rvaaoA, 

NaOH .... 10.0 10.3 

Under the microscope the material appeared minutely crys- 
talline, but no definite form could be observed. It was abso- 
lutely free from the characteristic needles of the free amide. 
Water immediately decomposes the compound. 

24fi'Tnlro7nrN'dimethyllmzamide, CJltBu CO.N{ Cfli),. 
— This was prepared by treating the acid chloride with an ex- 
cess of an aqueous 33 per cent solution of dimethylamine 
mixed with methyl alcohol. The product thus obtained was 
purified by crystjdlizing from a mixture of benzene and petro- 
leum ether, whereupon well-developed, colorless prisms sepa- 
rated melting from 85"^ to 86"^. A nitrogen determination 
gave: 

CaloolftUd for vumwi 

CABr,l!rO. '^'*^- 

N 3.61 8.67 

When 2 g. of this amide were dissolved in 80 o. o. of ben- 
zene and treated with 1.6 g. powdered sodium hydrate, no 
addition took place. The alkali was free from amide on 
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filtering and washing, and the benzene solution contained no 
alkali. 

2^4'fi-Trihr<ymhemoyl Chloride and Potassium Hydrate. — 
1.1020 g. of the chloride were dissolved in 50 c. c. of ether, 
and 2 g. of potassium hydrate, powdered under 40 c.c. of 
ether, were added After twenty minutes the mixture was 
filtered, washed with 100 c. c. of ether, and the ether evapo- 
rated, when the residue weighed 1.0620 g. No alkali was 
found in this residue; hence 96.8 per cent of the chloride 
remained unaffected in this treatment. 

i^jB'Methyltribromhemoate and Potassium Hydrate. — 
1.0065 g. of the ester were treated with 2 g. of powdered 
potassium hydrate, as above described, when 0.9841 g. of 
unaltered material was recovered, or 97.8 per cent 

ThioaeetanUide Sodium Hydrate, CHtCS-NHO^HyNaOH. 
— 1.2 g. of sodium hydrate (calculated 1.7) were powdered 
under a solution of 6.6 g. of thioacetanUide in 80 c. c. of 
benzene. A finely divided precipitate formed at once, which 
was very slow in filtering. It was washed with a little ether 
and dried at about 55"^, whereupon a sodium determination 
gave: 

Calenhited for w<«„^ 

CANB.NaOH. Foowi. 

Na 12.0 11.8 

ITUoacetanUide Sodium Hydrate and Benzoyl Chloride. — 
5.2 g. of the above were mixed with 8.5 g. of benzoyl chloride 
in 80 c. c of ether, whereupon reaction immediately set in with 
evolution of heat. On filtering and evaporating the ether a^ 
yellow oil was obtained, which, on standing over night, de- 
posited a mass of needles or prisms. When these were 
washed with ether and crystallized from water, broad, color- 
less plates of acetanilide were obtained melting at 114"^. The 
yellow oil was easily recognized as thiobenzoic acid by its 
peculiar, disagreeable odor. It could not be distilled even 
under diminished pressure. When it was mixed with aniline 
in the coM, it gave benzanilide. 

The above sodium-hydrate addition-product appears to be 
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formed when sodium alcoholate and thioacetanilide in alco- 
hol are precipitated with moist ether. A portion prepared in 
this manner by Dr. P. T. Walden and treated with benzoyl 
chloride gave the same result as above. A determination of 
nitrogen in the crystals obtained proved that the material 
was acetanilide. 

New Haten, February 28, 1000. 
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ON THE MOLECULAE EEAEBANGEMENT OP THE 
THIOKCAEBAMIC, THIOKCARBANILIC, AND THI- 
ONCAEBAZINIC ESTEES : iS-ALKYL-a-^i^-DIKETO- 
TETEAHYDEOTHIAZOLES* 

Bt HEKBT L. WHEELEB and batabd babnes. 

In a recent paper we showed that the thioncarbamic esters, 
HsNCS.OR, undergo a molecular rearrangement in the pres- 
ence of alkyl halides, with great ease, giving the isomeric 
thiol compounds, HsNCO.SE. In this paper we describe the 
results of an examination of certain monosubstituted xantho- 
genamides, XNHCS.OE, under similar conditions, and of the 
preparation of some homologues of ^ mustard-oil acetic acid " 
or a-/irdiketotetrahydrothiazole. 

We find, when X in the above formula is C^W^ — , that 
these compounds, the thioncarbanilic esters, react less readily 
than the nonnsubstituted thioncarbamic esters. With methyl 
and ethyl iodides they require more or less protracted heating, 
while with isobutyl iodide no rearrangement was observed. 
In Older to extend our knowledge of the thion esters, we 
examined also the phenylthioncarbazinic esters, C^H^NH— 
NHCS.OR, in which X is the positive grouping CeH^NH. 

Of the three possible types of phenylthiocarbazinic esters 
certain dithiof and thiol | compounds have been described, 
but methods were lacking for the preparation of the thion 
derivatives. It seemed probable that these compounds would 
result by the action of phenylhydrazine on the dithiocarbonic 
esters, although the reaction, if taking place between equal 
molecules and if confined to the /3-amino group, and excluding 
tautomeric forms, might still proceed in four different ways, 

* Amer. Chem. Jour., zxiv, No. 1. 

t BuBch, Ber. d. chem. Ges., xxyili, 2636. 

t Buflch and Stem, J. prakt. Chem., Iz, 242. 
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the dithio ester and the phenylhydrazine first combining to 
form an addition-product, then decomposing as follows : u e. 
with the evolution of mercaptan (I or II), or alcohol (HI), 
or hydrogen sulphide (IV) : 

C«H,NH-NHCS.OC,H„ L 
/SC,H, ^ c^^im-NHCO.SC,Hs,IL 
C,H,KH-NH-C-SH ^ CeH.NH-NHCS.SC,H,, UL 

In &ct, it was found that this leaction proceeds chiefly in the 
sense of the first and last representations, a solid and an oil 
being obtained. The solid material is the phenylthioncarba- 
zinic ester (I). This reacts readily with methyl iodide, ethyl 
iodide, benzyl chloride, etc., giving the phenylthiolcarbazinic 
esters just described by Busch and Stem: * 

CeHsNH-NHCS.OCHs + IR = C«HgNH-NHCX).SR + CHJ. 

This molecular rearrangement takes place at ordinary tem- 
peratures, and, therefore, more readily than in the case of the 
thioncarbanilic esters, a basic character of the molecules being 
more favorable for rean*angement than a negative one. 

Phenylthioncarbazinicethyl ester (I), reacts with phosgene 
in toluene, giving ethoxyphenylthiobiazolone (V), a repre- 
sentative of a new type of alkyloxythiobiazolones, the other 
theoretically possible types having been described by Busch. 
The carbazinic ester reacts with benzoyl chloride, evolving 
ethyl chloride, but the evolution of this gas is due to a sec- 
ondary reaction, the chief product obtained being a benzoyl 
derivative (VI). The same benzoyl derivative is formed 
from the sodium salt of the carbazinic ester and benzoyl 

chloride : 

V. VL 

C.H,N N C«Hg-N-NHCS.OC,H| 

OC-S-C-OC,H, C«H6--C0 

♦ Loccit 
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The foimula VI is assigned to the benzoyl compound be- 
cause it is soluble in alkali and can be precipitated unaltered 
by acids. That the benzoyl group is not attached to sulphur 
is shown by the fact that the compound can be boiled with 
alkali or acids without decomposition. 

The action of acyl chlorides is tautomeric when compared 
with the behavior of the alkali salts of the carbazinic ester 
with alkyl iodides, for, if phenylthioncarbazinicethyl ester is 
treated with ethyl iodide in the presence of alcoholic potash, 
the following represents the course of the reaction : 

The oil thus obtained is identical in every respect with 
the hydrazone (IV), obtained by the direct action of phenyl- 
hydrazine on diethyl dithiocarbonatd. This behavior is, 
therefore, similar to that of the thioncarbanilic * and the 
dithiocarbazinic esters,t but it differs from that of the oxy- 
gen analogues,} inasmuch as the latter give nitrogen alkyl 
derivatives. 

When the above hydrazone is treated with thiobenzoic acid, 
a peculiar reaction takes place and phenylthiolcarbazinicethyl 
ester (II), and ethylthiol benzoate are almost quantitatively 
obtained. The hydrazone and the thio acid combine at the 
double bond, then separate as follows: 

^SC,H, C«H,CO.SC,H, 

C«HJWH-NH-C-SCOC«H. -^ + 

"^OCH, C«H5NH-NHC0.SC,H, 

A similar reaction takes place with thioacetic acid. In ad* 
dition to the above reaction a small amount of hydrogen 

• Liebermaim, Ann. Chem. (Liebig), cctu, 148; Fromm and Block, Ber.d. 
chem« Gee., zxzii, 2212. 

t BuBch and Lingenbrink, Ber. d. chem. Ges., xxzii, 262a 
I HantBch and Mai, Ibid., xxyiii, 077. 
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sulphide is evolved, but no acetyl- or benzoylhydiazone was 
isolated. 

The hydiazone can be changed back to the thioncarbazinic 
ester by passing hydrogen sulphide into the material heated 
to 126°, or it can be converted into the thiol ester by treating 
it with hydrogen chloride in benzene solution. These reac- 
tions involve the formation of the following addition-products, 
which decompose in the two opposite ways, as follows: 

vn. vra. 

HiS-C-HN-NHCA I Oli -C-HN-NHC.H,. 



/ iC,H,;0/ 



CaH.O 

In the case of the action with hydrogen chloride the addi- 
tion-product (VIII) was isolated ; and in the absence of mois- 
ture this is stable at temperatures below 57°. 

The hydrazone reacts energetically with acetyl and benzoyl 
chlorides and in the same manner as in the case of the sub- 
stituted imido-esters, inasmuch as ethyl chloride is evolved 
and a N-acyl derivative is formed. That the ethyl group at- 
tached to oxygen is the one evolved as ethyl chloride in this 
reaction, and not the group attached to sulphur, is shown by 
the fact that on boiling the benzoyl derivative with hydro- 
chloric acid phenylthiolcarbazinicethyl ester (II) is obtained. 
The benzoyl compound, therefore, has one of the following 
thiol structures: 

IX. X. 

CeH, C.HsS.CO^ 

CaH,S.CO-NH-N/ or >N-NHC.H^ 

^COCeH, C,H,CO 

This is confirmed by the &ct that the thiol compound, 
CeH^NH-NHCO-SCH,, 

reacts smoothly with benzoyl chloride, hydrogen chloride 
being evolved, and the above benzoyl derivative is formed. 
That the structure represented by formula IX is probably 
the correct one, or, in other words, that the acyl groups are 
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in the a-^S-positions in respect to each other, is shown by the 
acid properties of the compound ; it dissolves in alkalies and 
can be precipitated, even after boiling, unaltered by acids, 
although a diacyl derivative corresponding to the formula X 
would be expected to be formed here from analogy with the 
imido-esters. This, however, would probably be insoluble in 
alkali. 

The following, therefore, represents the action of the hydra- 
zone with benzoyl chloride, the addition taking place with the 
formation of a pentavalent nitrogen product (XI), and not at 
the double union as represented in the case of the isoanilides ; * 
this product then rearranges with loss of ethyl chloride, as 
shown in formula XII: 



c:2:o>c=N-XHc.H. 



XL xn. 



CI COC,H, 



C.H. 






The thiocarbazinic esters and the hydrazone are very reactive 
with compounds of a negative character, but, on the other 
hand, with bases they show little tendency to react. 

Libermann and Voltzkow,t who investigated the action of 
chloracetic acid on " phenylsulfurethan," and Langlet,^ who 
examined the behavior of xanthogenamide with bromacetic 
acid and /8-iodpropionic acid, represented the amides as acting 
in the pseudoform, and hydrogen chloride as separating in the 
first stage of the action. It was suggested, however, by 
P. Meyer § that this reaction probably takes place first with 
the separation of alkyl halide, and this we find to be the case. 
For example, chloracetic acid reacts with xanthogenamide at 
100° in the same manner as with alkyl halides, and there is no 
reason for assuming, from this reaction, that the thioncar- 
bamic esters have the pseudoform, the reaction taking place 
as follows: 

* Wheeler and Walden, Amer. Cbem. Jour., xix, 130. 

t Ann. Chem. (Liebig), ccTii, 137. t Ber. d. chem. Gef., xxiy, 3849. 

S Ibid , xiy, 1663. 



Digitized by VjOOQ IC 



286 THE MOLECULAR REARRANGEMENT 

inm, 

/CH,COOH 
H,NCS.OC,He -> HjNC-S-fcrn -♦ 

H,NCO.SCH,COOH. 

The carbominihiolglycollic acid (XIII), thus formed, which 
was isolated, loses water, giving the liDg-formed compomid, 
o^/Mrdiketotetrahydrothiazole (Senft>lessigsauie).* 

XIV. XV.. 

S COKH 8-CO I 

CH,C0-|0Hi CH^CO^ 

Smce the acids XCH^COOH and XCH,CH,COOH react 
readily with xanthogenamide and phenylxanthogenamide, it 
seemed of interest to determine whether the homologues of 
the above ring or the /S-alkyl derivatives would result in the 
same manner by employing the halogen acids RCHXCOOH 
and their esters. It is our experience, however, that these 
latter compounds react by no means as smoothly as the former; 
at any rate, a large part of the xanthogenamide undergoes a 
rearrangement into the corresponding thiol ester and decom- 
position occurs, giving cyanuric acid, thiol acid, and other 
products. 

We find, however, that the onsulphocyan derivatives of the 
fatty acid esters, at least the lower members of the series, are 
capable of the same transformation under the influence of 
hydrochloric acid as that observed by Heintz f and Claesson % 
in the case of sulphocyanethyl acetate, and that by this means 
the homologues in question can be prepared. The methyl 
and ethyl esters give the best yields of the )8-alkyl-a-/irdiketo- 
tetrahydrothiazoles, the hydrolysis probably taking place as 
follows : 

* Compare Hantsch and Aripides, Ann. Chem. (Liebig), cczliz, 8. 
t Ann. Chem. (Liebig), czxxvi, 232. 
X Ber. d. chem. Ges., x, 1362. 
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SON 8C0NH, S — cJ! 

iS a 

Experimental Part. 

Phenylthvmcarhazinicethyl Ester, CJS^NH-^NHCS.OC^^. 
— 116 g. of xanthogenic ester, C,H^SCS.OC,H|, and 80 g. of 
phenylbydrazine were wanned for twelve hours on the steam- 
bath, when hydrogen sulphide and ethyl mercaptan were 
evolved, and, on cooling, 77 g. of the carbazinic ester sepa- 
rated. This was filtered on the pump and separated from the 
hydrazone, which latter, after washing with alkali, was dried 
at 100° in a vacuum, when the oil thus obtained weighed 
87 g. 

The carbazinic ester was purified by crystallizing from 
ligroln or alcohol, from which solvents it separates in the form 
of needles melting at 72*" to 74°. A nitrogen determination 
then gave: 

Oalcnlatad for v<«m^ 

N 14.2 14.1 

This compound dissolves in alkali and is precipitated 
unaltered by acids. 

Phenylthiolearhazinicmethyl Ester, C^^NH-NHCOMCH^. 
— This compound was obtained when 2 g. of the above ethyl 
ester were dissolved in 5 g. of methyl iodide. On standing for 
several hours and then evaporating the methyl iodide, color- 
less needles melting at 152^ were obtained. In spite of the 
fact that a nitrogen determination came low (analysis A) this 
material is identical with that prepared from potassium thiol- 
carbazinate, C^H^NH— NHCO.SK, and methyl iodide (analy- 
sis B) which was first obtained in the latter way by Busch and 
Stem.* 

CaloulAtod f or Found. 

C9E,oN,0& A. B. 

N 15.3 14.7 16.6 

• Locdt 
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Phenylthiolcarlaziniceihyl Ester, C^H^NH^NffCO.SC^ 
when prepared by treating the thioncarbazinic ester or the 
salt, CeHjNH-NHCOSK, with ethyl iodide, was obtained 
in needles melting at 112^. Busch and Stem give 113^. A 
nitrogen determination gave: 



Woaods 



Oaloulited f or 
0»HuNs06. 

N 14.2 14.0 



This compound is insoluble in alkali. When this and the 
preceding compound were heated with molecular proportions 
of aniline, on the steam-bath, carbanilide wa^ obtained. 

Phenylthiolcarhazinicbenzyl Ester^ 

C^,NH-NHCO.SCnt c.n^ — 
When 8 g. of the thion ester were heated with 1.9 g. of benzyl 
chloride on the steam-bath, ethyl chloride was evolved and the 
mixture soon solidified. On crystallizing then from alcohol, 
clusters of spears or needles were obtained melting at 170^, as 
stated by Busch and Stem. A nitrogen determination gave : 

Calculated for v«»«4 

CuHj4N,.0B. '<*°^ 

N 10.8 10.0 

C^H^N^N 
Ethoxyphenylthiobiazolanej / II . — ^ g- of the 

C'-'S — 0-~ Offfg 

thioncarbazinic ester and 13 g. of a 20 per cent solution of 
phosgene in toluene were heated on the steam-bath for half an 
hour. On evaporating the solvent in a vacuum, an oil was 
obtained which finally solidified. The material then crystal- 
lized from alcohol in colorless prisms which melted constantly 
at 38°, and a nitrogen determination gave the following result : 



Found. 



Calcnlatod f or 
CioH,oN,0,B. 

N 12.6 12.3 



Phenylthioncarbazinicmethyl Ester, C^H^NH—NHCS.OCE^. 
— When methylethyl dithiocarbonate, CH,OCS.SCiHs, was 
warmed with phenylhydrazine and then cooled, noAing but 
an oil was obtained. However, on treating this with ether 
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and alkali, a solid separated which was identical with the 
above described thiolcarbazinicmethyl ester melting at 152'' 
(analysis C). On adding hydrochloric acid to the alkaline 
extract and crystallizing the precipitate firom alcohol, yellow 
prisms were obtained melting at about 118^. A nitrogen 
detennination gave (analysis D) : 



OidmiliAad for 
OyB»K/)& 0. n. 

N 16^ 16.1 16.3 

The ether extract contained the hydrazone, 

which decomposed when an attempt was made to purify it by 
distillation under reduced pressure. 
OrBenaoylphenylthumearhuinieethyl JEgtery 

C^n^^NHC8.0C^H^ _ 

When the thioncarbazinic ester is treated with benzoyl 
chloride, action begins about 90'' and is complete on heating 
to 120"^ for a short time. On crystallizing from alcohol, fine 
colorless pyramids are obtained melting at 178'' . This material 
is soluble in alkali, in which solution it can be boiled without 
decomposition. A nitrogen determination gave : 

N 9.3 9.3 

The sodium salt of thioncarbazinicethyl ester was* prepared 
by mixing the thion derivative with sodium alcoholate and 
evaporating in a vacuum. It forms a yellowish-red powder. 
When this was treated with benzoyl chloride, the above 
benzoyl compound was obtained. 

PTienylhydrazone of JHethylthioearbanie Ester^ 

As stated above, under the heading of phenylthioncar- 
bazinicethyl ester, from 115 g. of. xanthogenic ester and the 
TOL. n. — 19 
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calculated quantity of phenylhydrazine, 87 g. of this hydrazone 
were obtained. In our first experiments with this substance, 
it was freed from the thion ester by shaking with alkali, and, 
after drying, it was distilled under reduced pressure. It was 
found that it invariably decomposed to some extent when 
treated in this way, although it boiled for the most part, at 
190° -lOl*" at 14 mm. pressure, and at 210°-218*' at 86 mm. 
pressure. Thus obtained, it formed a thick yellowish-red oil 
which soon became dark-brown and resinous on exposure to 
the air. A nitrogen determination in a portion which had 
been distilled indicated that the substance obtained in this 
manner was not pure (analysis E). 

It is better prepared from phenylthioncarbazinicethyl ester 
by treating the alcoholic solution with potash and ethyl iodide. 
Action takes place at ordinary temperature and, on filtering 
and evaporating, washing with water and drying over calcium 
chloride, it was found to distil at 198"" at 20 mm. pressure. 
A nitrogen determination gave (analysis F) : 

Oalonlatod for Foand. 

CuHioNtOB. B. F. 

N 12.5 11.6 12.9 

The alcoholic solution gives with ferric chloride a garnet-red 
solution. When hydrogen sulphide was led into this oil at a 
temperature of 125"^ for two hours and the material then 
allowed to cool, a mass of needles or prisms separated. The 
material was soluble in alkali and, on precipitating with 
hydrochloric acid and crystallizing from alcohol, fine needles 
melting at 73** were obtained. This material was, therefore, 
phenylthioncarbazinicethyl ester. 

When hydrogen chloride is led into the hydrazone dis- 
solved in ether or benzene, a colorless precipitate forms which 
rapidly deliquesces on exposure. On rapidly pressing it on 
paper, it was found to melt at about 67°, giving off ethyl 
chloride and leaving a residue of phenylthiolcarbazinicethyl 
ester. 

PhenylhydrazoTie of Dieihylthiocarhanic Ester and Tkio-^ 
benzoic Acid. — 85 g. of the hydrazone were mixed with 20 g. 
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of thiobenzoic acid and wanned on the steam-bath for twelve 
hours. On cooling, the material partially solidified. It was 
filtered as far as possible on the pump, and the solid material 
was crystallized from alcohol, when prismatic crystals were 
obtained, melting constantly at 112''. These proved to be 
phenylthwUarhaziniceihyl ester. The oil filtered from this 
was distilled at 16 mm. pressure, whereupon it boiled mostly at 
129®-131^ It was redistilled several times at ordinary pres- 
sure (760 mm.)^ and although it decomposed slightly by this 
treatment, it boiled constantly at 252*^-263°. The boiling- 
point of ethyl thiolbenzoate, CeHaCO.SCiHs is given by Engel- 
hardt, Latschinoff, and Malyscheff * as 243° and by Seifert f as 
241*^-243°. In order to compare the above oil with etliyl 
thiolbenzoate, thiobenzoic acid, freshly prepared, was treated 
with alkali and ethyl bromide in alcohol, when action took 
place, on warming, and was complete in a few minutes. 
Water was then added and the oil taken up in ether, dried 
and distilled, when it practically all boiled over from 252** to 
253°. On mixing this oil with the above, the boiling-point 
of the mixture was unaltered. The material was therefore 
ethyl thiolbenzoate, and the previous observations on the 
boiling-point of this ester are 10° too low, our observations 
being taken with an Anschutz thermometer. 

Phenylhydrazone of Diethylthiocarbonie Ester and Benzoyl 
Chloride. — 5.7 g. of the hydrazone were mixed with 3.5 g. of 
benzoyl chloride in the cold, when the mixture became warm 
and effervesced, giving off ethyl chloride. On cooling, the 
material was crystallized from benzene and alcohol, when 
small lozenge-shaped crystals were obtained melting con- 
stantly at ISS^-ISO**. It dissolves in alkali and is precipitated 
unaltered by acids, and a nitrogen determination gave : 



Found. 



Calcnlated for 
CuHuN^OaS. 

N 9.3 9.3 



When this material is boiled with hydrochloric acid and 
alcohol, it slowly decomposes and goes into solution. On 

« Zeitochr. Chem., 1868, 366. t J. prakt Chem. [2], xcd, 47L 
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adding sodium hydrate and ciystaUizing the precipitate thus 
prodaced, phenylthiolcarbazinicethyl ester melting at 112^ 
is obtained. This same benzoyl derivative is fonned when 
the thiolcarbazinic ester is warmed to 100'' with benzoyl 
chloride. When it is heated with aniline, it gives carbanilide. 
This benzoyl derivative is in all probability arbemoylphenj/l- 

thiolbazinieeihyl eiter^ I 

CeH,CO 

When the above hydiazone is dilated with benzene and 
acetyl chloride is added, a violent effervescence takes place. 
The product obtained after evaporation consists of a varnish 
which slowly solidifies. Beyond showing that it is readily 
soluble in alcohol and benzene it was not further examined. 
The hydiazone reacts with methyl iodide in the cold, and weU- 
crystallized prisms separate. These will be investigated later, 
it being our intention to examine other hydrazones of the car- 
bonic esters along similar lines. 

Thioncarbanilicmethyl lister, CJE^NHCS.0OE^. — ZQ g. of 
phenyl mustard oil and 120 g. of methyl alcohol when boiled 
for twelve hours on the steam-bath, gave 29 g. of material 
melting at 95*^-96*', after crystallizing from alcohol. This 
compound has recentiy been prepared by Omdorff and Rich- 
mond,* and they give its melting-point at 97°. A nitrogen 
determination gave: 



OeH^iraO. 

N 8.38 8.31 

This substance gives a white precipitate with thaUixun 
hydrate which becomes black on boiling. When its alcohol 
solution was boiled with mercuric oxide, desulphurization 
took place slowly and, on concentrating the solution, car- 
banilide was obtained. 

Thiolcarlanilicmethyl Ester, C^^NECO.SCff^ — 2 g. of 
the above compound were warmed with 2 g. of methyl iodide, 
and the product was ciystallized from alcohol, when colorless 

* Amer. Chem. Jour., xxii, 462. 
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plates were obtained meltiiig at 81''-8S''. This same com- 
pound was obtained when 5 g. of phenylthionethyl carbamate 
was heated on the steam-bath with 10 g. of methyl iodide. A 
nitrogen determination gave : 

OycBlatodfor ,. «^ 

N 8^ 8.44 

This material giyes a leddish-yellow precipitate with 
thallium hydrate which does not blacken on boiling (differ- 
ence from the thion compound). It gives white precipitates 
with lead and silver nitratesy and it dissolves in concentrated 
sulphuric acid, and is precipitated out by water. It agrees 
therefore in properties with the compound obtained by Will * 
from phenyUmidophenylthiocarbamicmethyl ester and sul- 
phuric acid, 
C,H--NH-C=(NCA).SCH, + H,0 = 

CeH.NHCO.SCH, + H,NCeH^ 

thimearhanUiceihyl Ester, C^^NHCS.OC^H^, was pre- 
pared by boiling phenyl mustard oil with alcohoLf It was 
converted into thiolearbanUicethyl ester, CeHjNHCOJSCjH,. — 
When 6 g. of thioncarbanilicethyl ester were heated for twelve 
hours with 15 g. of ethyl iodide on the steam-bath and the 
product crystallized from alcohol, a mass of colorless needles 
was obtained, melting at Tl^'-TS'*. This compound has already 
been prepared by Will by a different method.^ When boiled 
with a mixture of alcohol and concei^trated ammonia, it gave 
monophenylurea melting at 147°. Although this compound 
differs from the thion derivative by only about 1** in melting- 
point, when portions of each are mixed, the melting-point is 
lowered about 85°. 

ThionearhanUieisohutyl JSster, C^n^NE^CS.0C^9. — OTDr 
dorff and Richmond state that heating isobutyl alcohol and 
phenyl mustard oil in sealed tubes at temperatures vaiying 

* Ber. d. chem. Ges., xt, 341. 

t Hofmann, Ber. d. chem. Ges., ii, 120; iii, 772; Liebemuuin, Ann. Chem. 
(Liebig), ccrii, 142; Orndorfl and Richmond, Amer. Chem. Jour., zzii, 461. 
I Locdt 
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from 110® to 180® gave no solid product except thiocarbonilide. 
They prepared this substance by heating the materialB for 
twenty hours on the water-bath, and state that it melts at 
80.5®. 

We found that, when 10 g. of phenyl mustard oil and 20 g. 
of isobutyl alcohol were heated in a closed tube for 115® to 
125® for three hours, beautiful, long, colorless prisms were 
obtained which, after crystallization from alcohol, melted at 
77® to 78®. A nitrogen determination gave : 

C„Hu^80. '<*™^ 

N 6.69 6.76 

When 2.5 g. of the above compound were heated with 2.8 g. 
of isobutyl iodide in an oil-bath from 125® to 140®, no action 
whatever was observed. 

Ethyl Thioncarhamate^ H^NCSOC%ff^^ and Chlor acetic Acid 
were mixed in molecular proportions and heated on the steam- 
bath until ethyl chloride ceased being evolved. The mass was 
then pressed on a plate, taken up in ether and filtered. The 
ether was then evaporated and the residue extracted with 
benzene. On crystallizing the material from water and ether, 
it melted at 185® to 136® with effervescence. A nitrogen de- 
termination gave: 

CalenlBtod for v«».wi 

H,NC0.8CH,C00H. yamia. 

N 10.37 10.20 

This material is therefore carbaminthioglycoUic acid, 
H2NCO.SCH2COOH. The yield was poor, as thioglycoUic 
acid, thiolethyl carbamate, and cyanuric acid were also formed. 

lioamyl Thiancarbamatej HaN'OSOCgHiu and Chloraeetic 
Acidj when heated on the steam-bath, deposited crystals which, 
when crystallized from ether, separated in the form of six- 
sided prisms melting at 123® to 125®. A nitrogen determi- 
nation gave: 

Calculated for v^^ji 

N 11.96 11.65 
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This material is therefore the so-called mustard oil acetic 
acid, or a->irdiketotetrahydrothiazole. This compound is 
formed far more readily by boiling the sulphocyanacetic 
esters with concentrated hydrochloric acid. It can be boiled 
under diminished pressure without decomposition. At 19 mm. 
pressure it boiled from 178.5^ to 179.5^ 

Silver a-fi-diketotetrahydrothiazole was prepared by precipi- 
tating the alkaline solution of the above compound with the 
calculated quantity of silver nitrate. It forms a light yellow 
powder which turns brown in the simlight. A silver deter- 
mination gave 49.8 per cent silver, instead of 48.2 per cent. 
Hydrogen sulphide regenerates the thiazole from this salt. 
The same result was obtained when it was treated with 
benzoyl chloride. 

N-Methyl-a-li^diketotetrahydrothiazole^ I yNCE^. — 

The above silver salt when suspended in ether and in ben- 
zene and heated for several days with methyl iodide, gave a 
product which boiled at 15 nmi. pressure from 181° to 182**. 
This distillate solidified at once, on cooling, and when crystal- 
lized from benzene and ligroln, melted from 87° to 39°. A 
nitrogen determination gave: 

CalouUited for v/ti.i»i 

C4H.NBOr '^^'^^ 

N 10.6 10.6 

For purposes of comparison a-^Mliketotetrahydrothiazole 
was methylated according to the method employed by 
Arapides,* when a product was obtained which boiled at 14 
mm. pressure from 129° to 131° and was otherwise identical 
with the product from the silver salt. Arapides has shown 
that this product has the methyl group attached to nitrogen. 
He states that it forms an oil which slowly solidifies over 
sulphuric acid and that it very readily deliquesces. This is 
not the case when the material is purified by distillation ; it 
then readily solidifies and does not deliquesce on exposure. 

« Ann. Cbem. (Liebig), ccxliz, 2a 
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When 1.4 g. of N-metiiyl-a-Ab-diketotetiBliydrothiazole, pie- 
pared either from the sodium or silver salt, was treated with 
4.2 g. of sodium hydrate and 1.8 g. of silver nitrate added in 
aqueous solution, a gas was given off and a white gelatinous 
precipitate was obtained which turned yellow in the light. 
The gas was found to be carbon dioxide, and a silver deter- 
mination in the precipitate gave 70.2 per cent, while the cal- 
culated percentage for silver thioglycoUate AgSCHsCOOAg, 
is 70.5 per cent 

When this salt was decomposed with hydrogen sulphide, 
in aqueous solution, the filtrate gave with ferric chloride and 
ammonia the characteristic red-violet color of thioglycoUic 
acid. 

ThionearbanUieethyl Etter, C^H^NROSOOtH^ and Chhr- 
aeetie Add react on the steam-bath, giving off ethyl chloride and 
water, and not hydrochloric acid and alcohoL The product 
when ciystaUized from alcohol forms long colorless needles 
and melts from 147'' to 148% which is the melting-point of 
firphenylrarfirdiketotetrahifdrothiazole (PhenylsenfSlglycolid), 
as found by liebeimann.* This reaction is much smoother 
than in the case of ethyl thioncarbamate and chloracetic add. 

Thianearbanilieethjfl JEster and a-BrampropionieeihjflJEgUr 
(by G. K. Dustin). — When 18 g. of brompropionicethyl ester 
were heated with one molecular proportion of thioncarban- 
ilicethyl ester for some time on the water-bath, then for a num- 
ber of hours from 120^ to 140^, a solid separated, on cooling. 
This crystallized from alcohol in groups of fine, colorless 
needles melting at 108^, and a nitrogen determination agreed 
with the calculated for 



N ■ 



Cfli 






N 



ddcolatodfor 
CuAIfOaB. 

6.7 


JtlWIWli 

L n. 
6.7 6.6 


* Loc. dt 
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Thianearbanilieeihyl Ester and orBromisobutyriceihyl Uster^ 
when heated for ten hours at 130^-166**, gave a solid, which, 
when crystallized from dilate alcohol, separated in the form of 
colorless prisms or pyramids and melted at 79**-81®. A nitro- 
gen determination shows that this compound is earbanU-^i^ 
thioUohutyricethyl ester, C,H5NHC0.Se(CH.),C0sC,H. : 

OaleoJftted for «»»« 

OuHj^O,. '^"""^ 

N 52 4u9 

This compound can be boiled with concentrated hydro- 
chloric acid and recovered unaltered. When o^bromiso- 
butyric acid and thioncarbanilicmethyl ester were heated as 
above, the only solid material isolated was aniline hydro- 
bromide. This crystallized in plates which darkened at 245^ 
and became black and melted with effervescence at about 
280''. A bromine determination gave 46.2 per cent; calcu- 
lated, 45.9 per cent. 

The following sulphocyan derivatives of the fatty esters 
NCS— CHRCOjR', are obtained in good yields by boiling 
the corresponding o-halogen esters with potassium sulpho- 
cyanide in alcoholic solution. They are oils with a pene- 
trating, persistent, and, for the most part, disagreeable odor. 
They can be distilled unaltered under reduced pressure. 

Tlie boiling-points which are given in the following experi- 
ments represent the temperatures at which the greater portion 
of the esters were collected. For the preparation of the 
sulphocyanides, in some cases, the bromesters were collected 
under wider limits than those given in the tables, the brom- 
esters being freshly prepared from Eahlbaum's acids by the 
Hell-Volhard-Zelinsky method. 

Hxperimente by Leeds Mitchell. 

Methyl Sulphocyanaeetate, jrCS.OH^OO^CBt.—lB g. of 
methyl ohloracetate, 80 g. of absolute alcohol, and 60 g. of 
potassium sulphocyanide, after boiling twenty-four hours, 
gave 88 g. of methyl sulphocyanacetate, boiling from 120^ to 
122^ at 16 mm. pressure. 
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Ethyl Svlphoeyanacetate bofled at 118^-122° at 15 mnL 
pressure. Heintz,* who first prepared this ester, states that 
it boils in a vacuum at 180° -200**, and Claesson found that it 
boils with partial decomposition at 225° at ordinary' pressure. 

Isoamyl Svlphoeyanacetate boiled at 145°-147° at 17 mm. 
pressure, while Claesson found that it boils at 255° at ordinary 
pressure. 

arii^Diketotetrahydrothiazole (rnuBtardroU acetic acidj Sen/- 

CH,CO 
d'le88ig8dure)y I >NH. — 38 e. of methyl sulphocyan- 
S~CO 

acetate and 76 g. of concentrated hydrochloric acid were 

boiled a few minutes until all the oil dissolved. The solution 

was then evaporated and the residue treated with benzene and 

filtered from ammonium chloride. The material dissolved by 

benzene was crystallized from water until it melted at 125°^ 

126°. In this manner 2 g. of anmionium chloride and 20 g. 

of a-/A-diketotetrahydrothiazole were obtained. This product 

is identical in every respect with that obtained by heating iso- 

amyl thioncarbamate with chloracetic acid as described above. 

Hxpertments by Chiy K. Dustin. 

Methyl a-Sulphocyanpropionate, CHi—CH.SCN.COtCHz. — 
This was prepared by boiling 57 g. of methyl a-brompropionate 
with one molecular proportion of potassium sulphocyanide and 
twice its weight of alcohol until a test with ferric chloride 
showed no potassium sulphocyanide. This required ten hours. 
After filtering and evaporating the alcohol, practically the 
entire product boiled at 104°-106° at 15-16 mm. pressure. 
The yield obtained was 34 g., while the calculated yield is 
46 g. 

Nitrogen determinations gave the following results : 

Calculated for Found. 

CcHt^SO|. 1. n. 

N 9.65 10.1 10.2 

The material was obtained as a colorless oil with a strong, 
peculiar, but not unpleasant, odor. 

• Loc. clt 
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Hthyl orSvlphocyanpropionate. — When 80 g. of ethyl 
a-brompropionate were boiled with one molecular proportion 
of potassium sulphocyanide, it required two days before the 
action was complete. On distilling the reaction-product at 
16 mm. pressure it all boiled at 104° -110*", mostly at 107°- 
108°. The yield was 22 g., and an analysis of the colorless 
oil thus obtained gave: 

Oricolated for «u«^ 

CANBO» ^^""^ 

N 8.8 8.9 

liohutyl orSuiphocyanpropionate was obtained when 71 g. of 
isobutyl a-brompropionate was boiled in alcoholic solution with 
88 g. of potassium sulphocyanide. On distilling at 15 mm. 
pressure, 38 g. of clear, colorless oil, boiling at 130° -181° 
were collected, the odor of which was not unpleasant. A 
nitrogen determination gave : 



Calcttlatod f or 
CaHuNSO,. 



FomkL 



N 7.48 7.48 

hoamyl orSulphoeyanpropionate was prepared by boiling 
87 g. of the bromester with potassium sulphocyanide and 
alcohol for seven hours. It boiled at 141.6° at 15 mm. pres- 
sure, and the yield was 67 g. It was thus obtained as a color- 
less oil, the odor of which was not unpleasant. A nitrogen 
determination gave : 



OalcnlAted for 
Os^NSO,. 



Foond. 

N ng;9 ' 7.0 



When this oil is distilled at ordinary pressure, it boils with 
decomposition at 265°-267°. 

The boiling-points of the a-brompropionic esters used in 
making the above sulphocyan derivatives were as follows: 

The methyl enter boiled at 51.5° at 19 mm. pressure. 

The ethyl ester boiled at 56° -58° at 14 mm. pressure. 

The Uohutyl enter boiled at 79°-80° at 14 mm. pressure. 

The Uoamyl ester boiled at 99° -100° at 16 mm. pressure. 
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CH,.CH-CO 
/3'Methtfl a-firDiketatetrahjfdrothiazoley \ >NH. 

S CO 

— The best yield of this substance was obtained from the 
methyl ester. 11 g. of methyl oHBiilphocyanpropionate and 
15 g. c^ concentrated hydrochloric acid were mixed and evapo- 
rated to dryness on the steam-bath. Benzene then removed 
0.6 g. of anmionium chloride, and 7.8 g. of cmde thiazole were 
obtained. Thisy wheu crystallized from a mixture of benzene 
and ligiom, separated in tJie form of colorless leaves and melted 
at 46^-47^, and nitrogen determinations gave the following: 

Oaloolated f or TMmd. 

C«H«NBO|. I. n. 

N . . . . 10.6 10.6 10.6 

On distilling it at 20 mm. pressure it boiled, for the most 
part, from 165"^ to 168"". . Silver nitrate added to the alkaline 
solution of this substance produces a bulky, white, but not 
gelatinous, precipitate of the silver salt. It is decomposed by 
warm water. 

IhpperimenU by Harry LeB. Qray. 

Methyl arSvXphoeyanUohutyraU, (^CH;)^C.SGNCOt.Cn^^ 
was obtained in a similar manner to the preceding sulphocyan- 
ides as a heavy, colorless oil having a disagreeable, penetrat- 
ing odor. It boiled for the most part from 101° to 102"^ at 
17 mm. pressure. This fraction was analyzed with the follow- 
ing result: 

N 8.8 8.9 

Ethyl orSutphocyanMohutyrate resembles the methyl ester 
in properties. The greater portion boiled at lll''-116'* at 
22 mm. pressure. A nitrogen determination gave : 

OaUmlatod for w^.^ 

CrHttHBO^ '"™***- 

N 8.09 8.68 

Isohutyl orSvlphoeyanUchutyrate. — The product in thity case, 
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alter several distillations, boUed at 182M88'' at 21 mm. 
pressure. This fraction gave the following result on analysis : 

CjHuNBO,. ^^'^'^ 

N 6.96 6.90 

Isoamyl a'SulphoeyaniiolyiUyratey on fractioning, boiled at 
185.5^-186.6^ at 16 mm. pressure. A nitrogen detennination 
gave: 



Found. 



Ottlcolated tor 
OioHitHSOs. 

N 6.5 7.1 



This material, like the preceding, is a colorless oil with a 
penetrating, disagreeable odor. 

The boiling-points of the o^bromisobutyrio esters used in 
making the above sulphocyan derivatives were as follows: ^ 

The methyl enter boiled at 51°-62° at 19 mm. pressure. 

The ethyl ester boiled at 70°-71° at 20 mm. pressure. 

The iiobutyl ester boiled at 83^-85^ at 16 mm. pressure. 

The iioamyl ester boiled at 107^-108^ at 25 mm. pressure. 

fi-Dimethyl orfj^Diketotetrahydrothiazole, 

The best yield of this substance was obtained from the methyl 
ester ; the amyl ester failed to give the compound. 14 g. of 
methyl oHSulphocyanisobutyrate were mixed with 20 c. c. 
concentrated hydrochloric acid and heated on the steam-bath 
for about one hour. The reaction is complete when no more 
oil remains on the sur&ce of the liquid. The solution, when 
evaporated, gave Ig. of ammonium chloride, the remaining 
material, being the thiazole derivative. This crystallizes from 
water in enormously lengthened, colored prisms, one crystal 
being obtained that measured 81 mm. long and 1.5 mm. in 
diameter. It melts at 79''-80'', and a nitrogen determination 
gave: 

Oaknlftfead f or «u».^ 

CANBO,. Toand. 

N 9.65 9.87 
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Experiments by Henry A. North. 

Methyl arSulphoeyanbutyraUy CtH^CKSGN.COtCWt.— 
This was obtained as a colorless oil boilmg at 125'' at 28 mm. 
pressure, and a nitrogen determination gave the following 
reMt : • 

N 8.8 8.6 

Ethyl a-Svlphoeyanbutyrate. — On mixing 100 g. of the 
bromester, 49.6 g. of potassium sulphocyanide, and 200 c- c 
of alcohol, and boiling for twelve hours, somewhat more than 
65 g. of a clear, colorless oil was obtained. This boiled from 
134^ to 186^ at 28 mm. pressure. Like the other members of 
this series, it has a strong, unpleasant, extremely persistent 
odor. A nitrogen determination gave the following result: 

Cricinlftted for » . 

C,HuNBO,. TvnaA. 

N 8.09 8.35 

Isoamyl orSvlphoeyanbwtyrate was obtained as a colorless oil 
which, after fractionation, boiled from 158"^ to 160^ at 23 mm. 
pressure. A nitrogen determination gave : 

Caleolatod for g^ „^ 

OioHi,NBOb. '^"^ 

N 6.51 6.37 

The boiling-points of the »-brom normal butyric esters used 
in making the above sulphocyan derivatives were as follows : 

The methyl ester boiled at 67°— 72° at 25 mm. pressure. 

The ethyl ester boiled at 68° -^9° at 19 mm. pressure. 

The iosamyl ester boiled at 110.6^-113.5° at 19 mm. 
pressure. 

^Ethyl oriwDiketotetrahydrothiazole, Ctff^OJS—CO\ 

This is best obtained from the methyl or ethyl esters. On 
wanliing these with concentrated hydrochloric acid, until 
solution took place and then evaporating, a colorless oil was 
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obtained which solidified on cooling. When crystallized from 
a mixture of benzene and ligroln, six-sided prisms separated 
which finally melted from 63° to 65°, and a nitrogen detenni- 
nation gave the following result : 

C5H,NB0t. Voma. 

N 9.65 9.68 

Hxperiments by W. H. Buell. 

Methyl aSulphocyanUovalerianate^ (^CRt)iCff—Cff.SCN. 
CO^CHt. — 39 g. of tJie bromester, 78 g. of alcohol, and 19.4 g. 
of potassium sulphocyanide, warmed on the water-bath for 
two days, gave 14 g. of colorless oil boiling from 119° to 
121.5° at 23 mm. pressure. It has a peculiar penetrating 
unpleasant odor. A nitrogen determination gave: 

Oftlonlated for '■un.^ 

CrHaNSOr '''™*- 

N 8.09 8.36 

Ethyl a'Sulphocyanisavalerianate. — 88 g. of the bromester, 
40.8 g. of potassium sulphocyanide and 176 g. of alcohol were 
boiled for three days. On fractioning, 84 g. of ester were 
obtained, boiling from 126° to 128° at 19 mm. pressure. 
This was analyzed with the following result: 

N 7.48 7.86 

Isolutyl a-Sviphocyanisovalerianate. — 55 g. of the brom- 
ester, 22.5 g. of potassium sulphocyanide and 110 g. of alcohol 
gave 19 g. of oil, boiling, for the most part, from 145° to 147° 
at 19 mm. pressure. This gave the following result on 
analysis: 

OaloQlftted f or v.,i.»^ 

CioHitNBO,. '<'™^ 

N 6.6 6.8 

This ester, like the above, had a strong, peculiar odor 
which, perhaps, was not unpleasant. 
Isoamyl orSulphocyanisovalerianate. — 105 g. of the brom- 
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ester, 210 g. of alcohol and 40.6 g. of potassium solphocyanide 
gave a colorless oil with a disagreeable odor after boiling for 
two days. The greater portion of this boiled from 151^ to 
152^ to 14 mm. pressure and a nitrogen detenmnation gave 
the following result: 



N 



Oaloolatedfor 
OuHitNSOt. 

. 6.11 



6.32 



The boiling-points of the o^brondsovalerianio esters used in 
making the above sulphocyan derivatives were as follows : 

The rnethyl e%ter boiled at 174''-182'' at 760 mm. pressure. 

The ethyl ester boiled at 186*^-187^ at 764 mm. pressure. 

The isobutyl ester boiled at 105''-108'' at 17 mm. pressure. 

The isoamyl ester boiled at 113^-114^ at 16 mm. pressure. 

When the above sulphocyanio esters were boiled with 
hydrochloric acid, the products were oils in each case. The 
ethyl ester gave a product which solidified in a freezing-mix- 
ture, but, on attempting to crystallize it, or on removing it 
from the freezing-mixture, it became liquid, and, on attempt- 
ing to distil it under diminished pressure, it decomposed. 

For convenience of reference, the boiling-points of the 
sulphocyanio esters, described by us, are collected in the 
following table: 





taiS/ 


BoOfawyotat 


Methyl arSttlphocyanaeetaU 


16 


120»-122» 


Ethyl " 


16 


118»-122» 


Itoamyl « 


17 


146*'-14r 


Methyl a-Sulphocyompropionate 


16-16 


lOi^-KW" 


Ethyl « 


16 


107»-108o 


Itobutyl " 


16 


ISO'-lSl" 


Itoam^fi " 


16 


141-6" 


MeUtyl a-Sulj^toeyaniaobutyrale 


17 


101°-102» 


Ethyl " 


22 


111»-116» 


Jsobutyl « 


21 


132°-1S3<' 


Itoamyl " 


16 


136.60-186.6* 


Mtihyl orStdphoeyanbutyrate 


23 


126" 


Ethyl " 


28 


134»-136» 
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iBoamyl arSutphoeyanbutyrate 23 158''-160'' 

Methyl arSidphooyanUavalerianate 23 119''-121.5'' 

Ethyl " 19 126**-128° 

IsobtOyl " 19 146^-147° 

Isoamyl « 14 161^-162° 

Kbw Hayxn, April 8, 1900. 



TOL. n.— 20 
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ON UREAIMroO-ESTERS, THIOUREAIMIDaESTERS, 

ACYLTHIOUREAIMIDO-ESTERS, AND 

UREAAMIDINES* 

[Preltmtnaby Pafsb.] 

Bt HEKBT L. wheeler ahd w. mubbat sandebs. 

Repbesentatives of new classes of compounds, isomeric or 
metameric with the acylpseudouiea ethers, acylpseudothionrea 
ethers, and diacylpseudothiourea ethers, can be prepared by 
combining isocyanates, mustard oils, and acyl rhodanides with 
imido-esters. The imido-esters immediately combine with 
phenyl isocyanate, at ordinaiy temperatures, giving a quanti- 
tative yield of an addition-product as follows: 

/,NH x,NCONHC«Hg 

C.H,Cf + CONCeH, = CeHjCf 

\0R ^OR 

This class of compounds, perhaps, may be called uieaimido- 
esters or carbamidimido-esters, since they have the structure 
of imido-esters and ureas combined. They are extremely 
sensitive towards hydrogen chloride, by which reagent, just as 
the acylpseudourea ethers f (II) they are readily and quantita- 
tively converted in the cold, with loss of alkyl chloride, into 
acylureas. This reaction with these two classes of compounds 

proceeds as follows: 

I. n. 

CeH5C=NC0NHCeH, CeH5C0N=C-NHCeH, 

\ \ 

OR OR 

+ HCl-RCl + HCl-RCl 

-► CeHjCONHCONHCeHs 4- 

It will be noticed that the imido-ester groupings in the 
different positions in these isomers are affected alike, inasmuch 

• Jour. Amer. Chem. Soc, xxii, No. 7. 
t Stieglitz and Dains, Ibid., zxi, 198. 
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as under similar conditions both compounds give with hydrogen 
chloride the same derivative, benzoylphenylurea. The urea- 
imido-esters (I) readily react with aniline, at the temperature 
of the steam-bath, and ureaamidines are formed as follows : 

m. 

.NCONHCeH, .NCONHCeH. 

CeH,CX +H,NCeH, = CeH^Cf + ROH. 

Whether the structure shown in fonnula HI or the tauto- 
meric form is to be assigned to these amidines must be decided 
later. These amidines have little or no basic properties. 

The mustard oils, phenyl mustard oil and allyl mustard oil, 
react less energetically than phenyl isocyanate with the imido- 
esters. On long standing or on warming, the mixtures deposit 
crystals. These compounds, for which the name thioureaimido- 
esters (IV ) is proposed, are closely similar to the above oxygen 
analogues, since with hydrogen chloride, under similar con- 
ditions, they readily separate alkyl chloride and give the 
corresponding acylthioureas. The mechanism of the reaction 
is as follows: 

IV. 
.;NCSNHCeH5 . NHCSNHCH, 

CeH^Ct -►CeH.C^l 

^OR ^OR 

-> CeH,C0NHCSNHC5H, 
+ RCL 

The isomeric acylpseudothiourea ethers and the diacylpseudo- 
thiourea ethers apparently have not yet been prepared, so that 
a comparison of the behavior of these compounds with the 
thioureaimido^ster derivatives must be deferred to a later 
date. 

When the thioureaimido-esters are warmed with aniline, and 
other organic bases, thioureas are formed. The imido-esters 
combine with acetyl and benzoyl thiocyanates with evolution 
of heat, the mixtures readily solidifying. Acylthioureaimido 
esters (Y) are then produced, as follows: 
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V. 
CeH,cf + CSN.COCeH, = CeH^cf 

These compounds are formed more readily than the above, 
and they are £ar more unstable than the thioureaimido-esters. 
When they are warmed with hydrochloric acid, they decompose 
in a different manner from the other types of ureidmido-esters. 
A monoacylthiourea, and not a diacyl derivatdve, is obtained. 
The decomposition under this treatment takes place at the 
double imion as follows: 

VL 
^NCSNHCOC.H, ^0 

CeH,C< + H,0 = C,H,Cr + HtNCSNHCOCtH,. 

OR ^OR 

What appears to be the nearest known analogue to a metamer 
of the above or dibenzoylpseudothiourea ether is the ethyliso- 

dicarbethoxyurea, CAO.CON=C<qc^^«^*, of Dains-* 

This compound is also very sensitive towards hydrogen chlo- 
ride ; however, it does not separate at the double union, like 
the above, but decomposes with the evolution of ethyl chlo- 
ride, giving the diacylurea, C,H.OCONHCONHCO. OC,H^ 
The ease with which the ureaimido esters decompose with 
hydrochloric acid, without forming a stable intermediate addi- 
tion product or ^^salt," recalls the perfectly analogous behavior 
of the acylimido-esters.t In the case of the latter, the above 
two reactions with hydrogen chloride were also observed. The 
properties of the ureaimido-esters, in general, approach more 
nearly to those of the acylimido-esters than to those of other 
types of imido-esters. 

When the acylthioureainddo-esters are treated with aniline, 
toluidine, etc., thioureas are formed. 

The action of phenylhydrazine on the acylthioureaimido 
esters seemed theoretically promising for the preparation of 

• Loc. cit 

t Wheeler^ Walden and Metcalf, Amer. Chem. Jour., zix, 129 and xx, 61 
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triazole derivatives ; but it appears, from preliminary experi- 
ments, that, although hydrogen sulphide is evolved in this 
treatment, triazoles do not result, at least not as the chief 
product. The hydrogen sulphide, first formed, decomposes a 
part of the ureidmido ester, giving benzoylthiourea, etc. 

Experiments in this laboratory by Dr. Bayard Barnes have 
shown that the acylphenylthioureas react with aniline and 
phenylhydrazine with the removal of the acyl group. With 
phenylhydrazine no triazole derivative was obtained. Similar 
results were obtained with the acylphenylurethanes, acetyl- 
phenylurethane, formylphenylurethane,* and acetylphenylthio- 
urethane. It is probable that other diacylanilides will be 
found to act similarly. On the other hand, those acylurethanes 
which do not contain a phenyl group such as acetylurethane,t 
acetyl- and benzoylthionurethane, give triazole derivatives. 
Dr. Barnes has also found that carbethoxythionurethane of 
Delitschf readily reacts with phenylhydrazine as follows: 

EC 
!Qia8iC):jCONHC!8:* iOCA -> OC - NH - COCaH, 

That the compound formed in this reaction is l-plienyl-8- 

ethoxy-5-triazolon, and that it has the structure represented by 

formula IX, is shown by its behavior on boiling with strong 

hydrochloric acid, whereupon it is converted into Pinner's § 

urazole, (X): 

X 

OC-NH-COCaH. oC-NH-^0 



I Jr - fi "^ c,H,Jr - ^- 



The process which in general serves for the preparation of 
simple or monosubstituted ureas and thioureas, and which con- 
sists of treating a salt of an amine with potassium cyanate or 
thiocyanate, does not lead to the formation of the prototypes 

* Wheeler and Metcalf , Amer. Chem. Jovr., six, 217. 

t Andreocci, Ber. d. chem. Ges., xzli, R. 787; Ibid., xzir, R.» 208. 

I J. prakt Chem., z, 118. { Ber. d. chem. Gee., xxi, 1210. 



Digitized by VjOOQ IC 



810 ON UREAIMIDO-ESTERS, ETC. 

of the above urea derivatives, when applied to the salts of the 
imido-esters. This fact seems to the writer to be a strong 
argument in support of the theoiy of Stieglitz that the salts 
of the imido-esters are not ammonium derivatives, but that 

NH, 
they are derived from the form RC^— CI, etc. In fact, the 

properties of the cyanic and thiocyanic acid salts do not agree 
with those which would be expected for salts having an 
ammonium structure. 

When ice-cold solutions of benzimidoisobutyl ester hydro- 
chloride and potassium cyanate, in molecular proportions, are 
mixed together, a mass of well-crystallized, colorless prisms 
separates. If an attempt is made to filter these at ordinary 
temperature, they rapidly decompose, giving oflf a gas (COj) 
and completely liquefying. Owing to the imstable nature of 
this salt, which is undoubtedly a cyanate, it was not examined 
further. On the other hand, the corresponding thiocyanic salt 
is far more stable. It can be prepared, at ordinary temper- 
ature, by mixing solutions of the imido-ester hydrochloride 
with potassium tMocyanate, whereupon a bulky mass of color- 
less prisms or needles separates. This salt has the structure 
represented by formula XI, and all attempts to rearrange it 
into the metameric thioureaimido ester (XII) failed. 

XL xn. 

^NH, .NCSNH, 

CeH,C~SCN CeH^C^ 

^OCA OC4H, 

When this salt is warmed in aqueous solution, it dissolves, 
but the solution almost immediately becomes turbid and an oil 
(isobutyl benzoate) separates. On evaporating to dryness, 
nothing but ammonium thiocyanate is obtained. The decom- 
position then proceeds as follows : 

CeHjC-SCN + H,0 = CeHjCO.OCA + NH4SCK 
OC4H, 
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If tbe dry salt is heated above its melting-point, it decom- 
poses smoothly as follows : 

/NHa 
CeHjC— jSCN *i -► CeH.COJOI, + CASCN. 

It will be noticed that these reactions are analogous in every 
respect to those of the hydrochloric acid salts of the imido- 
esters. 

Ihsperimental Part. 

Phenylureaimidouobutyl Benzoate^ C^^ CY qq ^ • — 

Phenyl isocyanate (3.4 g.) and benzimidoisobutyl ester (10 g.) 
combined with evolution of heat, and the mixture solidified to 
a white mass. When this was crystallized from alcohol, color- 
less prisms were obtained which melted from 99* to 100°. A 
nitrogen determination gave : 

Oalenbited for v<«.»4 

CjaH^,0^ ^^""^ 

N 9.4 9.1 

Action with Hydrogen Chloride. — Some of the above 
material was dissolved in benzene, and the solution was satu- 
rated with hydrogen chloride, whereupon colorless prisms 
separated, melting at about 200*. This material proved to be 
Bemoylphenylurea, C^,C0NHC0NHC;H,, which crystal- 
lized from alcohol in long silky needles, and on boiling it 
with sodium hydroxide it gave phenylurea. 

The extreme sensitiveness of compounds of this tjrpe to- 
ward hydrochloric acid was shown by the fact that it was 
found to be impossible to isolate ureaimido-esters from benz- 
imidomethyl, ethyl, and phenylacetimidomethyl esters and 
phenyl isocyanate, if the latter contained phosphorus oxy- 
chloride. Under these conditions the benzimido-esters gave 
hemoylphenylurea^ while phenylacetimidomethyl ester gave 
a compound very diflScultly soluble in alcohoL It crystallized 
in the form of needles and melted at 166*, and a nitrogen 
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detennination showed that it was phentflaeetylphenylurea^ 
C JI,CH,CONHCONHCeH, : 

N 11.0 11.0 

Action mth Aniline. - ~ Phenyloieaimidoisobutyl benzoate 
(2 g.) and anilme (0.6 g.) were mixed in benzene and warmed 
on the water-bath, whereupon a substance separated in granular 
crystals. It was found to be very difficultly soluble in alcohol 
Ca property of ureaamidines which is general as far as we 
have observed), and on boiling with alcohol it melted at 
ITS^'-ISO^ A nitrogen determination agreed with the figures 
calculated for henzenylphenylureaphenylamidine^ C^^NH— 
(CeH,)C=NCONHC^^ 

0«H„5gO. *«*• 

N 13.3 13.0 

TUs amidine is insoluble in dilute hydrochloric acid, and 
no hydrochloric acid salt was obtained when the material was 
dissolved in benzene and saturated with hydrogen chloride. 
It is insoluble in alkalL 

Phenylthioureaimidomethyl Benzoatey f^i^s(^r)fio ^^' 

— Ekjual quantities of benzimidomethyl ester and phenyl mus- 
tard oil (5 g. of each) were mixed and kept at a temperature 
of about 60**-70** for two days. On cooling, then, the mixture 
solidified almost completely. In each of the experiments with 
phenyl mustard oil and the imido-esters, a yellow mixture 
resulted, although the ingredients before mixing were colorless. 
On crystallizing from alcohol, beautiful colorless or cream- 
colored lozenge-shaped tables were obtained which melted 
sharply at 182°. The material is readily soluble in benzene 
and hot alcohol, difficultly in cold alcohol^ and a nitrogen 
determination gave : 

Oalenlatod for » ^.,^ 

N 10.37 10.29 
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When this compound was treated with cold dilute hydro- 
chloric acid, in which it is insoluble, litUe or no action was 
observed after two days' standing. When a little alcohol was 
added and the whole was warmed, effervescence took place, 
methyl chloride was evolved, and, on cooling, the long char- 
acteristic colorless needles of henzoylphenylthioureay C^^CO 
NHCSNHCeHt, were obtained, melting at about 148''. 

Phenylthiowreaimidoethyl BemoatCi C^H.O^ ^^ „ * *• 

— Benzimidoethylester (5 g.) and phenyl mustard oil (4.5 g.) 
gave a yellow oil directiy on mixing. After two days the 
material solidified to a glistening mass of flattened prisms or 
tables, and on crystallizing from alcohol it separated in the 
form of cream-colored tables, and it melted sharply at 119^. 
These thioureaimido esters, in general, show a great tendency 
to crystallize. A nitrogen determination gave : 

N 9.8 9.7 

When treated with hydrochloric acid, it behaved precisely 
like the methyl ester, and benzoylphenylthiourea wbs obtained. 

Phenylthiaureaisobutyl BenzoaUy C^^C^ ^^ „ * *• — 

Benzimidoisobutyl ester (6 g.) and phenyl mustard oil (8.8 g.) 
behaved, on mixing and standing, precisely like the above. 
When crystallized from alcohol, it forms large, stout tables, 
and it melts at 125°. A nitrogen determination gave: 



VuQIm* 



Oalenlated f or 
OiAoNiOB. 

N 8.9 8.9 



When this was treated with hydrochloric acid and warmed, 
benzoylphenylthiourea was obtained. 

When 2 g. of this imido-ester were warmed on the water- 
bath with aqueous-alcoholic ammonia for a number of hours 
and then allowed to cool, colorless crystals separated, melt- 
ing at i51M58°. A nitrogen determination gave 18.5 per 
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cent, while the calculated for benzenylphenylthiouiea amidine 
is 27.0 per cent, and that for phenylthiourea, which melts at 
154'', is 18.4 per cent. The material, in fact, had the bitter 
taste and other properties of phenyUhiourea. 

When this thioureaimido-ester was treated with methyl 
iodide, a varnish was obtained which ciystallized after long 
standing. 

Phenylthioureaisobutyl benzoate readily reacts with phenyl 
hydrazine, giving off hydrogen sulphide, and it gives a com- 
pound which ciystaUizes in plates when treated with benzoyl 
chloride. These reactions vnH receive more thorough atten- 
tion later. 

Acetylthioureaimid(n9ohutyl Bemoate^ 

Benzimidoisobutyl ester and acetyl thiocyanate combine with 
evolution of considerable heat and, on cooling, the mixture 
completely solidifies, whereupon, on crystallizing from alcohol, 
colorless needles are obtained which melt at 125^-126°. A 
nitrogen determination gave : 



OalooUited f or 



Voond. 



N 10.0 9.9 

When this imido-ester was treated in alcoholic solution 
with hydrogen chloride, a compound was obtained, melt- 
ing at 166**, which had all the properties of acetyUhiaureoj 
CH.CONHCSNHa- 

With phenylhydrazine it evolves hydrogen sulphide, and on 
crystallizing the product from alcohol acetylthiourea separates. 

Bemoylthioureatmidoethyl Benzoate^ 

When benzimidoethyl ester (6.1 g.) was mixed with 6.6 g. of 
benzoyl sulphocyanate, the mixture completely solidified. On 
crystallizing from alcohol, needles were obtained which melted 
at 181^-182'', and on analysis the following result was 
obtained: 
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Oaloolftted for v<««»i 

N 8.9 8.8 

When this imido-ester was warmed with phenylhydrazine, 
the only eiystalline material obtained was lenzoylthiourea. 
Benzoylthiou/reaimidouohutyl Bemoatej 

When benzimidoisobutyl ester (10 g.) and benzoyl sulpho- 
cyanate (7.4 g.) were mixed, considerable heat was evolved 
and the mass solidified. When this was ciystallized from 
alcohol, colorless needles, melting at 120^, were obtained. A 
nitrogen determination gave: 



Vonnd. 



CftloiiUitod for 
OuHsoNtOsS. 

N 8.2 8.4 



When this imido-ester was treated with hydrogen chloride in 
benzene solution, bemoylfhiourea^ melting at 169°-170°, was 
obtained. Apparently this same compound was obtained when 
the ester was treated with ammonia, phenylhydrazine, and with 
benzoyl chloride. These results show the great tendency this 
ester has to separate at the double bond. 

BenzoyltTixoureaimidaisohutyl Bemoate Methyl Iodide^ 

NOSNHCOC^, 

The above imido-ester and methyl iodide combine in benzene 
solution to form a compound containing iodine and which 
crystallizes from alcohol in weU-developed, colorless prisms 
melting at 204°-206°. A nitrogen determination gave: 

OaloolAted for v««..»i 

C,oHaN,0,8L '^°'™*- 

N 5.7 6.7 

Bemoylthioureaimidomethylphenyl Acetate^ 

When phenylacetunidomethyl ester (5.6 g.) was treated with 
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benzoylthiocyaDate (5 g.), the mixtaie solidified immediately. 
It was ciystallized from alcohol, and obtained in the foim of 
colorless needles melting at 116^-117^ A nitrogen determi- 
nation gave: 

N 8.9 9.3 

When this imido-ester was treated with phenylhydxazine, 
hydrogen sulphide was evolved, but the product, on crystalliz- 
ing from alcohol, was neither an amidine nor a triazole. It 
contained 16.4 per cent of nitrogen, while the calculated for 
beviaoylikUmrea is 15.5 per cent. It agreed in all its properties 
with the acylthiourea. 

BenzoyUhiaureaimidoethylphenyl Acetate^ 

was prepared from phenylacetimidoethyl ester. It forma 
colorless needles from alcohol which melt from 140^ to 141^. 
When treated with hydrogen chloride in alcoholic solution, 
it gave small prismatic crystals, melting at 169^-170'', and 
a nitrogen determination agreed with the calculated for 
benzoylthiourea : 

OalonlAted f or wmhmi 

OANiSO. '^'^^ 

N 15.6 16.6 

The Thiocyanic Add Salt of BemimidaUobutyl Etiter^ 

is readily formed on mixing aqueous solutions of the imido- 
ester hydrochloride an4 potassium cyanate. It then separates 
as a mass of colorless needles or prisms which are quite diffin 
culUy soluble in water. It melts at about 180^. A portion 
dried in a desiccator over calcium chloride and then for a few 
minutes at 60^-70° gave the following results on analysis: 

Oatowtoted for «,.„^ 

O^fi^jy^ Found. 

N 11^ 11.9 
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Its reaction with iron chloride and with alkali showed that 
this material was a salt of the imido-ester and not the isomeric 
thiouieainudoisobntyl bemsoate. It decomposes on warming 
with water, smoothly, into ammonium thiocyanate and isobutyl 
benzoate, and when heated above its melting-point it gives 
benzamide and isobutyl thiocyanate. 

ETcpenmeriU by Bayard Bamu. 

Oarhethaxythianearbamie Egter, OtH^OCONBCS.OC^t.— 
This was prepared according to the directions of Delitsch; * 
when purified by means of its potassium salt, it was found to 
boil unaltered at 185^ at 18 nun. pressure. It melts at 44^. 

oc-'NH^aoCtja. 

I'PhenylS-ethoxy^tria^lanet O^H^-^N^ was obtained when 
the above carbamic ester (16 g.) was heated with phenyl- 
hydrazine (9 g.) on the steam-bath. After the evolution of 
hydrogen sulphide and alcohol had ceased, the material was 
crystallized from hot water, whereupon colorless needles, melt- 
ing at ISO'^-lSl^, were obtained. This material was soluble 
in alkali and was precipitated unaltered by acids. It contained 
no sulphur, and on analysis the following results were obtaiued: 

C 68.5 68.9 

H 6.2 6.8 

N 20.6 20.4 

When this compound was boiled for some time with con- 
centrated hydrochloric acid and alcohol, colorless plates were 
obtained, which melted at 268^, showing signs of melting at 
256^. For purposes of comparison Pinner's f urazole was 
prepared, and it was found to be identical with the above. 

Aeetylphmylurethane, CH^C 0(^C.H^) NO O.OCtHi. — 10 g. 
of phenylurethane were boiled with an equal weight of acetic 
anhydride for several hours, whereupon, on pouring into water, 
unaltered urethane was obtained. Acetyl chloride was then 

« J. prakt Chem., z, 118. t Loc. cit 
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added and boiled for about one hour. Then about one-half of 
the solution was distilled off at oidinaiy pressure, and the 
remainder at 10 mm. pressure, whereupon the material practi- 
cally all boiled at 142^-143''. It was thus obtained as a 
colorless oil which, like formylphenylurethane, refused to 
solidify on cooling. A nitrogen determination gave : 

CaleulatPd f or vm»wi 

N ..... 6.7 7.3 

When this compound was gently warmed with phenyl- 
hydrazine and the product was ciystallized from benzene, 
colorless plates, melting at 128^, were obtained. The follow- 
ing nitrogen determination showed that this material was not 
a triazole deriyative, but rather acetylphenylhydraaine : 

Oalcalttfced for w,y„^ 

N 18.6 18.0 

The action of phenylhydrazine on HugershoflPs* aeetyU 
phenylthiocarhamide, CH3CONHCSNHC.H,, melting at 189% 
although some hydrogen sulphide was evolved, did not lead 
to the formation of a triazole derivative, at least not as the 
chief product The material that separated, on ciystaUizing 
from alcohol, formed large, four-sided plates melting at 153'' 
and having all the properties of phenyUhiourea. In other 
words, the action of phenylhydrazine, in this case, removes the 
acetyl group. 

New Havbh, May 29, 1900. 

* Ber. d. chem. Qes., zxxii, 8668. 
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ON THE BEHAVIOR OF ACYLTHIONCARBAMIO 
ESTERS WITH ALKYL IODIDES AND AMINES: 
BENZOYLIMIDOTHIOCARBONIC ESTERS, ACY- 
CLIC BENZOYLPSEUDOUREAS AND BENZOYL- 
UREAS. 

Bt HENBY L. WHEELEB aot) TREAT B. JOHNSON. 

In this paper we describe the results of an examination of 
some acetyl and benzoyl thioncarbamic esters as regards 
their behavior with alkyl iodides and with organic bases. 
This examination led us to the investigation of a series of 

SR 

benzoylimidothiocarbonic esters, CeH^CO— N=C<qj^, acyl- 

NRR' 
pseudourea ethers, CeH^CO— N=C<qj^ , and benzoylureas, 

CeH^CONHCONRR', a preliminary account of which is also 
given. 

The acylthioncarbamic esters are prepared by the union of 
acyl rhodanides with alcohols : 

ECO-NCS + HOCHs = RCO-NHCS.OCHa.f 

We find that these compounds have Kttle tendency to undergo 
molecular rearrangement with alkyl iodides, a &ct which is 
probably due to the negative character of the molecules. We 
observe that a rearrangement took place only in the case of 
the acetyl and benzoyl methyl esters when warmed, within 
narrow limits, with methyl iodide : 

L n. 

CH3CO-NHCS.OCH, -> CH3CONHCO.SCH,. 

The same thiol compound (II) was obtained by warming 
methyl thiolcarbamate, H,NCO.SCHs, with acetic anhydride 

* Amer. Chem. Jour., xxIt, No. 8. 

t Miqael, Ann. Chim. Fhyt., 1877 [5L zi, 8ia 
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on the water-bath, in the same way that Andreocci * found that 
xanthogenamide may be acetylated, this being the best method 
for the preparation of the acetylthioncarbomie esters. 

These results show that the compounds formed by the 
union of acyl rhodanides with alcohols have the thion struc- 
ture (I) which was assigned to them by Miquelf and Dixon,! 
and not the thiol structure as represented, subject to interro- 
gation, in Beilstein's ** Handbuch." § 

We find that methyl benzoylthioncarbamate reacts more 
readily with chloracetic acid tbui with alkyl iodides, giving 
benzoylcarbaminthioglycoUic acid: 

CeH,eONHCS.OCH, -► CeH.CONHCO.SCH,CO,H. 

In previous papers it has been shown that such thioncar- 
bamic esters as have a more or less positive nature, || especially 
the phenylthioncarbazinic esters, 

CeH.NH-NHCS.OC,H„ir 

readily react with alkyl halides and with compounds of a nega- 
tive character ; while, on the other hand, with organic bases 
they proved to be quite inert 

We now find in the case of the negative benzoylthioncar- 
bamic esters, CgH^CO.NHCS.OR, that the behavior is pre- 
cisely the reverse. These compounds react with ammonia 
and organic bases at ordinary temperatures, but the course of 
the reaction is not what might, perhaps, be expected, since a 
smooth direct replacement, as represented by the following 
equation, does not take place : 

CeH,CONHCS.|0i^ 

We find,, instead of this, that the benzoylthioncarbamic esteis 
unite with one molecule of a primary or secondary organic base, 

* Ber. d. chem. Qes., zxt, B. 640. 

t Loc. dt 

t J. Chem. Soc (London), 1S0% ccclxzriii 

i Dritte Aoflage, II, p. 1181. 

I Wheeler and Barnes, Amer. Chem. Jour., zzii, 14L 

flbid. 
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giving addition-products, which, we believe, are best repre- 
sented by the general formula A. 

H /^^ 
CeH.CO-NHCS.OCH3 + HNRE' = CeH.CO-N-C— NRR'. 

"^OCH, 

The crude addition-products in most cases appear to be oils 
or varnishes which decompose more or less readily. We have 
isolated two examples of these, however, and in one case the 
product is a solid. An addition-product, as represented here, 
might be expected to decompose, on warming or on standing, 
in at least seven diCFerent ways, giving the following com- 
pounds or their decomposition-products: 



H /SH 
CeH,CO-N-C— NRR' 
^OCH, 



CeH.CON=C <gj^' + H,S (1) 

CeH.CONHCONRR' + CH,SH (2) 
CeH,CONHCSNRR' + CH3OH (3) 
CeH,CONRR' + HjNCS.OCH, (4) 
CeH.CONH, + CH,OCSNRR' (5) 
C,H,CONHCS.OCH, + HNRR' (6) 
CeH^CCOCH, + H^^CSNRR' (7) 

As a matter of fact, we have obtained examples of the first 
six of these modes of decomposition. The ease and manner 
in which the addition-products decompose depend mostly on 
the character of the amine radicals R and R', and it may be 
stated that the above decompositions probably do not all take 
place in a single experiment Grenerally, only two or three 
of them occur simultaneously. The most widely observed are 
represented by reactions (1) and (2), while of 13 amines 
which were allowed to act on benzoylmethyl and ethylthion- 
carbamic esters, reaction (3) was found to take place in quan- 
tity in only one instance. 

For example, alcoholic ammonia reacts with ethyl benzoyl- 
thioncarbamate almost quantitatively according to (1). The 
aryl amines, aniline, toluidine, xylidine, a-naphthylamine, etc., 
▼OL. II.— 21 
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and also benzylamine, react mostly according to (1) and to a 
less extent as represented by (2). A considerable evolution 
of hydrogen sulphide takes place (1), while mercaptan (2) is 
also noticed, and the corresponding benzoyl arylureas are 
easily isolated in a state of purity. The presence of benzoyl- 
pseudourea ethers (1) was established as shown below. 

Diisobutylamine reacts with methyl benzoylthioncarbamate 
according to (1), (2), (3), and (4). On heating a mixture of 
these substances, which in the cold forms a varnish, hydrogen 
sulphide, mercaptan, and alcohol were evolved. The presence of 

benzoylpseudomethyldiisobutylurea, CeH,CO— N=C<q^^^H 

was established, and benzoyldiisobutylthiourea and diisobutyl- 
benzamide were isolated. 

Ethyl acetylthioncarbamate reacts with aniline, on warming, 
mostly according to (4), and ^-naphthylamine was observed 
to behave in a similar manner with the benzoylmethyl ester. 

Diisoamylamine unites with methyl benzoylthioncarbamate 
giving an example of the addition-product A, which is a 
solid at ordinary temperatures. The ester and amine combine 
when mixed in molecular proportions, with evolution of heat, 
but no gas is given off until the addition-product is heated to 
about 80°, the decomposition then proceeding chiefly accord- 
ing to (6) and (1). Hydrogen sulphide is evolved and 
benzamide (5) and diamylamine are obtained as the chief 
products of the reaction. The same products are obtained 
when hydrogen sulphide is passed into benzoylpseudomethyl- 

diisoamylurea, CeH,C0-N=C<Q^2'^"\ at 60^ The fact 

that the pseudourea ether is not obtained here, at least not as 
the chief product, is therefore explained. The presence of 
diisoamylthiourethane was looked for, but it was not found. 
When this addition-product is allowed to stand over sulphuric 
acid, a slow decomposition or dissociation according to (6) 
takes place. 

The addition-product in the case of diethylamine differs 
from the above, inasmuch as it is an oil which, on standing, 
gives benzamide. 
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Although in every case more or less hydrogen sulphide was 
evolved in the action of amines on the acylthioncarbamic 
esters, thus indicating the foimation of acylpseudourea ethers, 
nevertheless these interesting compounds could not be isolated 
from tihe other by-products in these reactions (except in the 
case of ammonia). They form oils which cannot be distilled 
out of the mixture, without decomposition, even imder re- 
duced pressure. Their presence was established, however, 
not only by the fact that hydrogen sulphide was evolved, but 
also by the comparison of tiie properties of the reaction-prod- 
ucts with those of the corresponding acylpseudourea ethers. 
We prepared the latter from the benzoylimidothiocarbonic 

esters, CeH^CO— N=C<qj^, and it was found that the action 

of dilute hydrochloric acid affords a delicate test for their 
presence (see below). 

The benzoylimidothiocarbonic esters are readily formed by 
the action of alkyl iodides on the sodium or potassium salts 
of the benzoylthioncarbamic esters* in the same manner as it 
has been found in general that the derivatives of the thioncar- 
bamic esters react in the pseudoform, giving the substituted 
imidothiocarbonic esters : f 

in. 

CeHeC0NHCS.0C,H5 -> CeHeCO-N=C < qc' H* * 

Hitherto, only one compound of this series has been isolated. 
Lifesner obtained diethyl benzoyUmidothiocarbonate (III) in 
the above manner. He states that it is an oil which decom- 
poses at 44°, giving off mercaptan; while at higher tempera- 
tures benzonitrile and a syrupy residue are obtained. He 
assigned the incorrect formula, C(|H5CON(C,HOCO.SC,H5, to 
this substance, and the solid obtained by treating this with 

• Lossner, J. prakt. Chem., 1874 [2], x, 237 ; Dixon, J. Chem. Soc. (London), 
1809,880. 

t laebermann, Ann. Chem. (Liebig), cclxx; Bosch and Lingenbrink, Ber. 
d. chem. Ges., xxxii, 2620; Fromm and Block, Ibid., 2212; and Wheeler and 
Barnes, Amer. Chem. Jour., xxiy, 60. 



Digitized by VjOOQ IC 



324 ACTLTHIONCARBAMIC ESTERS WITH 

ammonia was regarded as benzoylethylxurea. Dixon,* how- 
ever, has shown that this is really a pseudooiea. 

The benzoylimidothiocarbonic esters, when prepared as de- 
scribed below, are oils without exception, which, as &r as we 
have observed, distil unaltered under reduced pressure. For 
example, the oil of Lossner, when pure, has an odor like the 
xanthic esters, and it boils at about 210° at 19 mm. pressure, 
without the slightest sign of decomposition. The reaction 
which affords these oils is so smooth that for most purposes it 
is unnecessary to distil them. In some of our experiments 
4he ether solutions of the crude products, after washing, were 
thoroughly dried over calcium chloride and then evaporated 
in a vacuum at 100°. Under these conditions the only im- 
purity that appears to be present is benzamide, and then, rf 
heating has been avoided before drying, only in very small 
quantities. When the oils are heated with water, they give 

benzamide : f 

IV. 

CcHsCONH, + CO, + C,HsOH + CH^SH. 

We find that with hydrogen sulphide at 100° the following 
takes place: 

CeH,CO-.N=C<^^^ -► CeH,CON-C— SH -► 

H 
CeH,C0N-<3S.0CH,. 

The ester is converted into benzoylthioncarbamic ester with 
loss of mercaptan. 

That the oils obtained in the above manner are homoge- 
neous is shown in each case by their smooth reactions with 
hydrogen chloride and with organic bases. We have obtained 
instances of the two following decompositions when the oils 
are dissolved in benzene and treated at ordinary temperatures 
with dry hydrogen chloride: 

* Loc. cit. t LoBsner, loc. dt 
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VL 



CeH,CO-N=C<^g^» -► CeH,CO-.N-C~:Cl 



vn. 



qp a H /SiQH^j 

The decomposition with hydrogen chloride proceeds, with 
the series CeHsCO— N=C<QQg , chiefly or entirely according 

to reaction VI, giving benzoylthiolcarbamic esters. When 
the alkyl group is amyl, it separates according to reaction 

vn. 

When the benzoylimidothiocarbonic esters are treated with 
organic bases, they readily react, giving off mercaptan and 
forming acylpseudourea ethers. The reaction is, in all proba- 
bility, perfectly analogous to that of the above-mentioned 
benzoylthioncarbamic esters, except that the intermediate ad- 
dijion-product B (below) decomposes more smoothly and not 
in such a variety of ways as foimd in the case of the addition- 
product A. In most cases the reaction appears to take place 
quantitatively, as follows: 

B. 

^^ \OCH. 

+ HNErEl" 

CeH,CO-N=C<^"^'^% HSR. 
• • OCH, 

It appears that previously this action has only been investi- 
gated with ammonia, Dixon having shown that methyl- and 
ethyl-^n-benzoylureas are formed in this way. He obtained 
these acylpseudourea ethers as crystalline compounds melting 
at 74^-76^ and 77^-78% respectively. 

The compounds of this type which we have obtained with 
organic bases are oils. Those which we attempted to distil 
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decomposed. They appear to be even more reactive than the 
interesting series of pseudouiea ethers first obtained by Leng- 
feld and Stieglitz,* which have been so thoroughly studied 
by Stieglitz and Dams.t In properties they are closely similar 
to the acylimido-esters J and acylamidines, § to both of which 
series the compounds belong, since they have the structure 
of both these classes combined. We find that the most 
striking reaction, at present, of this series of benzoylpseudo- 
urea ethers is the ease with which they act with hydrochloric 
acid. Most of the pseudourea ethers mentioned above, as 
well as those described by Stieglitz and McKee,|| give salts 
with hydrochloric acid from which platinum double salts can 
be prepared. In stability, they approach the salts of the 
imido-ethers prepared by Pinner and others. We observed 
similar properties among the benzoylpseudourea ethers in the 
case of those prepared with ammonia. For example, benzoyl- 

pseudoethylurea, CeHjCO— N=C<qq jj, dissolves in cold 

hydrochloric acid, and gold chloride gives a bright-yellow pre- 
cipitate of fine needles. A gold determination in this agreed 

with the formula CeH5C0-N=C<QQ[|j^.HCl.AuCls. This 

salt is quite stable, and it melts with decomposition at about 
140°. 

When, on the other hand, the more negative benzoylpseudo- 
urea ethers, especially those containing aryl groups, are 
treated with cold, aqueous hydrochloric acid, a reaction starts 
immediately. The solutions effervesce, alkyl chloride being 
driven off, whereupon, as a rule, the oils are quantitatively 
converted into beautifully crystallizable colorless acylureas. 
In the case of the aiyl derivatives, the oils crystallize imme- 
diately, while the alphyl compounds solidify more slowly. 

• Ber. d. chem. Ges. (1804), xxvii, 026. 
t Jour. Amer. Chem. Soc., xxi, 1S6. 

t Wheeler and Walden, Amer. Chem. Jour., xix, 120; Wheeler, Walden, 
and Metcalf , Ibid., xx, 64 ; and xix, 217. 
§ Wheeler and Walden, Ibid., xx, 569. 
II Ber. d. chem. GeB., xxxiii, 807. 
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This is in strikiiig contrast to some of the pseudourea ethers 
of Stieglitz and Dains, which are not completely decomposed 
by cold aqueous hydrochloric acid after a month's standing. 

The following represents the course of the reaction with 

hydrochloric acid : 

IX. 

.NRE' H /NRR' 

c,H.co-N=c( -► cja^coN-c^jci ■• 

OCH, NOjChJ 



CeH.CONHCONER' 

+ 
CH,C1 

This sensitiveness to hydrochloric acid finds a perfect 
parallel in the deportment of the acylimido-esters, and it is 
shared also to a less extent by the acylamidines. The results 
show that the more negative the character of the radical in 
the imido^ster grouping, RN=CR'.OR", the more sensitive 
are the compounds in regard to decomposition by hydrogen 
chloride, a fact also noticed by Stieglitz and Dains in other 
cases. 

In this connection it is interesting to note that pure water 
has little tendency to react with most of the benzoylpseudo- 
urea ethers. This is well illustrated by the fact that Dixon, 
in showing the structure of the acylpseudourea ether, 

CeH,CON=C<J^^^. 

heated the compound in closed tubes with ten parts water 
from 105** to 126° " without any sign of change. On raising 
the temperature to 150 -168** action occurred, carbonic anhy- 
dride escaped on opening the tube, the liquid contents of 
which smelt of ammonia and methyl benzoate." In other 
words, the material refused to react with water without total 
decomposition. 

On the other hand, we find that if this compound, which 
melts at 77°, is gently warmed with water, in the presence of 
hydrochloric acid, it fuses, but in a few moments it solidifies, 
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whereupon the material is quantitatiyely conyerted into benz- 
oyluiea, C«H,CONHCONH^ melting at 214^ The above 
procedure affords a, smooth method for the preparation of 
most of the o-yS-benzoylureas, since the different steps of the 
process give abnost quantitative yields. 

We hope later to describe other reactions of the acylpseudo- 
urea ethers. 

The acylthioncarbamio esters react with phenylhydrazine» 
giving off hydrogen sulphide in the cold. The products, 
however, are not pseudourea or pseudosemicarbazidic esters, as 
might be expected, but the following ring-formed compounds: 



CH..CO-NHCS.OCHS CH-C=N-C-OCH, 
CeH^NH-NH, CeH^N N 



That the products are alkyloxytriazoles is shown by the be- 
havior of the compound from methyl benzoylthioncarbamate. 
This, when boiled with hydrochloric acid, slowly gives up 
the methyl group, and the so-called l,5-diphenyl-8-oxytriazole 
(l,5-diphenyl-3-triazolone ?) is obtained : 

XL 
CoH,C=N-C.OCHg CeHsCrrN-CO 

The product (XI) is identical with that obtained by 
Young • from phenylsemicarbazide and benzaldehyde, and by 
Widman f from benzoylsemicarbazide by treating with alkalL 

Phenylhydrazine, therefore, reacts with the thionacylure- 
thanes in a different manner than with the ordinary acylure- 
thanes, inasmuch as Andreoccif found that acetylurethane 
gives l-phenyl-8-methyl-6-triazolone, while the above reactions 
lead to the formation of the isomeric compound, l-phenyl-5- 
methyl-8-triazolone. 

• Ber. d. chem. Get., xxix, 2811. 

t Ibid., xxiz, 1961. I Ibid.» zzli, B. 787. 
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Experimental Pabt. 

The Action of Acylthionearbamic JEsters with Organic HalideB. 

PrefparaJtion of Methyl AcettflthioncarbamcUef 

CH^GO^NHCS.OCH^ — 
In our first experiments we boiled acetyl chloride in benzene 
solution with an excess of lead sulphocyanide for several 
hours ; methyl alcohol was then added, in slight excess, and 
the mixture boiled for about thirty minutes. On evaporating, 
an oil was obtained, which, on cooling, solidified. It was 
crystallized from petroleum ether, when it separated in arbor- 
escent crystals melting at TO^-SO**. It is readily soluble in 
water, alcohol, benzene, and chloroform, and when boiled with 
freshly precipitated mercuric oxide, it is desulphurized. A 
nitrogen determination gave: 



^rOimd* 



Oaloulated f or 
OANOsB. 

N 10.62 10JL2 



This compound is more easily obtained by warming methyl 
thioncarbamate with acetic anhydride on the water-bath. We 
found later that it is unnecessary to use lead sulphocyanide 
for the preparation of either acetyl or benzoyl rhodanide. In 
order to obtain a good yield of acetyl rhodanide, acetyl chloride 
is boiled with an excess of finely pulverized potassium sulpho- 
cyanide, in the presence of a little toluene, and under a 
pressure of about 900 mm. of mercury. In the case of 
benzoyl rhodanide, an increase in pressure is unnecessary, for 
example; 16 g. of benzoyl chloride were boiled with 10.6 g. 
of potassium sulphocyanide in 10 c. c. of toluene for fifteen 
minutes, and then the material was distilled at 36-86 mm. 
pressure, when, below 90®, the toluene* was collected; from 
142° to 161° only a few drops distilled over; and then from 
161° to 161.6° the entire remainder was obtained except an 
insignificant colored residue. The last fraction consisted of 
•practically pure rhodanide. 
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Methyl Acetylthiolcarlamate, OHtCO—NHCO.SCH^. — We 
observed the formation of this compound when 4 g. of methyl 
acetylthioncarbamate were iedlowed to stand with one molec- 
ular proportion of methyl iodide, in a sealed tube at 40*^- 
45°, for three weeks. The material, when crystallized from 
benzene, separated in the form of fine needles, melting at 
146.5°-146®. It is insoluble in cold water, but readily soluble 
in hot water and in alcohoL It was not desulphurized when 
boiled with mercuric oxide, and a nitrogen determination 
gave: 

OaloQlatwlfor -,„,. 

C^HyNOtS. '**™** 

N 10.62 10.15 

When methyl acetylthioncarbamate was heated with an ex- 
cess of methyl iodide on the steam-bath for from six to seven 
hours, no molecular rearrangement occurred, and no change 
was noticed when the mixture was allowed to stand at ordi- 
nary temperature for three weeks. That a rearrangement had 
taken place in the first experiment was shown by the fact that 
the compound melting at 145.5*'-146® can also be prepared by 
warming methyl thiolcarbamate with acetic anhydride on the 
water-bath. 

Ethyl Acetylthionearbamatej CH^CO-NHCS.OCiH^, was 
prepared like the methyl ester. Dixon • has shown that when 
pure acetyl rhodanide is mixed with alcohol a violent reaction 
takes place, fused sulphur and other products being obtained- 
However, this ester can be prepared from the rhodanide if the 
latter is mixed with benzene. It is difficultiy soluble in 
water, but readily soluble in alcohol and benzene. From 
water it crystallizes in prisms and melts at 100® -101®. A 
nitrogen determination gave: 

N ..... 9.6 9.9 

Attempts to arrange this thion ester into the isomeric thiol 
compound were without success. When heated with ethyl 

* Jour. Chem. Soc. (London), Ixi, fi29. 
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iodide in a closed tube to 100'', ammonium iodide was obtained as 
the only solid product When heated from 80® to 90°, a prod- 
uct was obtained crystallizing in plates and melting at 105®- 
106®, and otherwise having all the properties of ethyl thiolcar- 
bamate, HaNCO.SCfH,. When allowed to stand dissolved in 
ethyl iodide for four months, no action was observed. This 
is in marked contrast with the ease with which xanthogen- 
amide and ethyl thionphenylcarbazinate undergo a molecular 
rearrangement. 

Methyl Bemoylthioncarhamate, CtH^CO—NHCS.OCHt.— 
This and the following ethyl ester were prepared by boiling 
benzoyl chloride, diluted with a little toluene, with an excess 
of potassium sulphocyanide. For 100 g. of benzoyl chloride 
the reaction was practically complete in a few hours; then, on 
cooling, alcohol was added and warmed for a short time. The 
toluene was then removed in a current of steam and the residue 
crystallized from dilute alcohol, when the ester separated in 
needles melting at 97®, as stated by Miquel.* 

Methyl BemoyUhiolearbamaU, Ofi^CO-NHCO.SCE^.— 
This compound was obtained when 8g. of the above ester 
were heated with methyl iodide in a closed tube from 80® to 90® 
for six hours. On opening the tube it was found to be filled 
with a mass of beautiful, long prisms, some of them from 1 to 
2 inches in lengtL On crystallizing these from alcohol they 
melted at 162®-153®, and a nitrogen determination gave : 



Voond. 



Oalotilated f or 
CANO|B. 

N 7.1 6.9 



This thiol ester is soluble in alkali and is precipitated unal- 
tered by acids. When boiled with mercuric oxide, it gave no 
precijritate of mercuric sulphide, thus differing from the thion 
ester. 

When the thion ester was heated with methyl iodide to 
100®-110®, decomposition took place, and a compound free 
from sulphur and difficultly soluble in alcohol was obtained. It 
was insoluble in hot water and sodium hydroxide, and it sepa- 

* Log. dt 
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rated from alcohol in small needles, melting at about 215^ with 
effervescence. It ciystallizes unaltered from nitric acid, and 
a nitrogen determination gave 11.1 per cent. It was not 
identified. 

Mhyl BemoyUhianearbamaU, C%S^CO-NECS.OCtE^ — 
This compound was first obtained by Ldssner,* the structure 

^^•^>NCO.SH being assigned to it, while in Beilstein's 
** Handbuch " it is represented by the formula 
CeH,CONHCO.SCtH. (?) 

Its correct formula, the thion structure, was given to it by 
Miquel * and further confirmed by Dixon.* For our use we 
prepared it from the riiodanide as above stated. It forms 
colorless needles from dilute alcohol and it melts at 73''-74''. 
It is desulphurized by boiling with mercuric oxide, and it 
has little if any tendency to undergo a molecular rearrange* 
ment with ethyl iodide. It was not changed by standing for 
two weeks with ethyl iodide or by heating it from 96® to 100® 
or from 100® to 110®. When heated with the iodide from 
125® to 180® for four hours, benzamide was obtained. 
Bemoylcarbaminthioglycollie Acidj 

C.H^CONHCO.SCH^COOH. — 
When molecular quantities of methyl benzoylthioncarbamate 
and chloracetic acid were heated for eight hours on the steam- 
bath, a slow effervescence took place. The product, then 
crystallized from dilute alcohol, gave colorless needles melt- 
ing at 169® -170®. Tliis material was not desulphurized by 
boiling with mercuric oxide. It is soluble with difficulty in 
benzene, and a nitrogen determination gave: 



'Oaloulated f or 



Found. 



CioHsNOaB. 

N 6.8 6.1 

Bemoylureaj C%n% CO—NHCONHt. — On treating the above 
compound, dissolved in alcohol, with ammonia, a mass of 
small lozengcHshaped plates separated. Tliis material was 
free from sulphur and melted from 214® to 216® with slight 

• Locdt 
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effervescence. It was soluble in hot water and in sodium 
hydrate, and was precipitated from the latter solution unaltered 
by hydrochloric acid. A nitrogen determination gave : 



Oalonlated f or 
CANjO,. 



Found. 



N 17.0 16.7 

It was stated by Zinin,* who first obtained benzoylurea, 
that this compound melts "gegen 200°." Geuther, Scheitz, 
and Marsh t give 208°. That these melting-points are too 
low is shown by the above ; moreover, we have obtained benz- 
oylurea by other methods, and in each case it was found to 
melt at 214*»-215°. 

Methyl DibemoylthioncarhamaU, (^Ctn^CO)iNCS.0CHz.— 
The sodium salt of methyl benzoylthioncarbamate was pre- 
pared by dissolving the ester in methyl alcohol, adding a 
strong solution of sodium methylate, and then precipitating 
with ether. Thus prepared, it formed a sandy powder which 
was dried over sulphuric acid in a vacuum. On treating this, 
suspended in benzene, with the calculated quantity of benzoic 
anhydride, and boiling for six hours, an oil was obtained 
which solidified on cooling. On crystallizing this from petro- 
leum ether, colorless plates separated which melted, when pure, 
at 81°-82°, and a nitrogen determination gave the following 
result: 

Oalcnlated for w...«»^ 

N 4.6 47 

When this diacylthiourethane was treated with a molecular 
proportion of phenylhydrazine in the cold, hydrogen sulphide 
was evolved, and, on crystallizing the product from benzene, 
needles or prisms were obtained melting at 166° -167°, which 
proved to be benzoylphenylhydrazine. 

When the sodium salt of methyl benzoylthioncarbamate 
was treated in dry benzene with acetic anhydride, and the 
product crystallized from dilute alcohol, nothing but unaltered 
ester was obtained. 

• Ann. Chem. (Liebig), zcii, 401. t Zeitschr. ChenL, 1868, 806. 
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Methylene Thiolearbamate, n^NOO.SCniS.CONJSt. — G^ 

briel and Heyman* found that ethylene bromide and thio- 

amides give thiazoline deriyatiyes, while Pinkusf obtained 

from trimeth jlene chlorobromide and thioamides the so-called 

penthiazolines. In the case of xanthogenamide, he found that 

the reaction gaye a compound or mixture agreeing with the 

Br -4- CI 
formula, C4H8NOS — J — • Recently Busch % has found that 

the potassium salts of the dithiocarbazinic esters giye ling- 
formed compounds with ethylene bromide, diazthins, and not 
the ethylene esters. In a recent paper Wheeler and Barnes § 
haye described the action of ethylene bromide on xanthogen- 
amide. They obtained a product which appeared to be the 
ethylene ester of thiolcarbamic acid. It therefore seemed of 
interest to determine whether other alkyl dihalides also act 
abnormally with xanthogenamide. For this purpose we 
warmed methylene iodide with xanthogenamide in molecular 
proportions for fiye hours on the steam-bath, when the odor 
of the iodide disappeared. On cooling and crystallizing from 
water, small compact crystals were obtained, melting at 168®- 
170®, which, on analysis, gaye the following result : 

Oalonlated for v^.^ 

C,H«0,NA. '®"°^ 

N 16.8 16.3 

Ethylene Thiolcarbamate, ffiNCO.SCff^—CH^S.CONHt, 
from ethylene bromide and xanthogenamide, has already been 
described, || but the melting-point was omitted ; it melts at 
231®-232®. 

Trimethylene Thiolcarhamate, HtNCO.SCHtCE^CntS.CO 
NHtj from trimethylene bromide and xanthogenamide, after 
two hours' heating on the water-bath, crystallizes from hot 
water in plates, and melts at 177®-179®. It is extremely sol- 
uble in alcohol and difficultly soluble in benzene. A nitrogen 
determination gaye : 

♦ Ber. d. chem. Ges., xxiii, 167 ; xxiv, 783. 

t Ibid., xxTi, 1083. % J. ppakt Chem., Ix, 26. 

S Amer. Chem. Jour., xzii, 151. || Wheeler and Barnes, loc. cit 
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Oalonlated for. i-^.,^, 

C.H„(V!fA- ^^^"^ 

N 14.4 14.1 

When isobutylene bromide and xanihogenamide were heated 
on the water-bath for five hours, cyanuric acid, ethyl thiolcar- 
bamate, and unaltered material were obtained. 

The Behavior of Aeylthioncarlamic Esters with Ammonia 
and Amines. 

Ethyl Bemoylthioncarbamate and Ammonia. — 5 g. of the 
ester were dissolved in an excess of alcoholic ammonia and 
the solution allpwed to stand at rest for three days. The 
action began immediately, and hydrogen sulphide was slowly 
evolved at ordinary temperatures. After the action was com- 
plete the alcohol was distilled off, and the first portions were 
tested for mercaptan, but with a negative result. When most 
of *the alcohol had evaporated, the remaining solution was 
poured into dilute potassium hydrate, when an oil separated 
which soon solidified. On crystallizing this from petroleum 
ether, beautiful, long, needle-like prisms separated, which 
melted sharply at 74^-75"*. This compound has practically the 
same melting-point as ethyl benzoylthioncarbamate ; but that 
it was not this substance was shown by mixing the two, when 
the mixture melted at 45®. The properties of the substance 
show that it is identical with the compound first obtained by 
Lossner, which Dixon has shown has the formula, 

C.H,CO-N=C<JJ|j^.* 

In other words, it is hemoylpseudoethylurea. The reaction 
appears to be practically quantitative. When this substance 
is treated with dilute hydrochloric acid, it dissolves, and on 
gently warming the solution and again cooling, bemoylurea^ 
melting at 214^-216°, separates. 

Bemoylpsetidoethylurea CTUoraurate^ CifliCO— i\r=(7(i\rjE?i). 
OCiffi.HOl.AuCl^ is precipitated from the above hydrochloric 
acid solution on the addition of gold chloride. It forms fine, 

• Loc. dt 
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bright-yellow needles, which are difficultly soluble in water 
and melt at about 140^. A gold determination gave : 

Calculated for «.»^ 

OuHuK/>,C]«An. '^""^ 

Au 37.0 37.1 

Methyl Benzoytthioncarbamate and Diethylamine unite at 
oidinaiy temperature, without evolution of gas, to form a var- 
nish which refused to solidify on cooling or on keeping in a 
vacuum desiccator over sulphuric acid for two to three days. 
At the end of this time free amine appeared to be absent, and a 
nitrogen determination gave 9.89 per cent nitrogen instead of 
10.49, which is required for 

CeH,CONHCS.OCH,jm^(CA)t. 
The result is, perhaps, as close as could be expected, consid- 
ering the fact that the material does not permit of a better 
method of purification. The material, on standing for three 
weeks in a desiccator, deposited benzamide. On heating, the 
result was the same ; hydrogen sulphide and other products 
were given off, and only a small amoimt of oil besides benz- 
amide was obtained. It dissolves very readily in alcohol and 
benzene, and is precipitated as an oil by petroleum ether. 

Uthyl Benzoylthioncarbamate and Bmobutylamine combine 
to form a varnish as in the previous case. "Wlien 16 g. of the 
ether were heated with 10 g. of the amine, reaction began at 
about 80°, and 600 c. c. of hydrogen sulphide were collected 
over water, and the presence of alcohol and mercaptan was 
also identified in the volatile products. On cooling, a thick 
oil was obtained which, when treated with hydrochloric acid» 
gave off ethyl chloride and solidified completely. On crystal- 
lizing then from strong alcohol, colorless prisms separated 
which occurred in twins, in the form of beautiful crosses, 
and melted at 180^-182°. This material was foimd to contain 
sulphur, and a nitrogen determination agreed with the calcu- 
lated for benzoyldiisobtUylthioureaj C«H|C0NHCSN(C4H»)t. 



Found. 



Calookted for 
Ci«BmN,06. 

N 9.59 9.96 
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A portion of the above product, which had not been treated 
with hydrochloric acid, was distilled at 25 mm. pressure, 
when, after decomposition of some constituent (the pseudo- 
urea ether (? )), a considerable portion of oil distilled over be- 
tween 182^ and 190^. This was redistilled at ordinary pressure, 
when it boiled mostly from 288® to 811*^ ; it was then treated 
with alkali, and the insoluble part was extracted with ether, 
whereupon, on evaporating, a brilliant mass of stout prisms 
separated. This compound was purified by crystallizing from 
petroleum ether. It melted at 65^, and a nitrogen determina- 
tion agreed with the calculated for dikohutylhemamide : 

CeHsCO-NCOA),. 

C,AiNO. ^""^ 

N 6.0 6.4 

The alkaline solution, on acidifying, gave benzoyldiiaobutyl- 
thiourea. Diisobutylbenzamide, like its homologiies, is very 
soluble in most organic solvents, from which solutions it is 
obtained as an oil which solidifies to fonn beautiful crystals. 

Methyl Bemoylthioncarhamate and Diisoamylamine combine 
with a decided evolution of heat, to form an oil which quickly 
solidifies. No trace of mercaptan or hydrogen sulphide is 
given off at ordinary temperatures and, when this addition- 
product is prepared by mixing molecular quantities, it melts 
at 55^-60^. It is extremely soluble in benzene and alcohol, 
and apparently undergoes dissociation, since petroleum ether 
precipitates unaltered methyl benzoylthioncarbamate. On 
standing in a desiccator over sulphuric acid, it slowly decom- 
posed, becoming oily (separation of free amine), when after a 
week unaltered ester was obtained. As it could not be puri- 
fied by crystallization, a portion was prepared by mixing 5 g. 
of the ester with about 4g. of diamylamine and grinding the 
material together in a mortar, after which it was thoroughly 
pressed on paper and allowed to stand exposed to the air for a 
short time. A nitrogen determination then gave 8.6 per cent 
of nitrogen, while the calculated for 

TOL. II. — 88 
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C.H5C0NHCS0CH,.HN(C5Hii)a 

is 7.9 per cent ; the calculated for unaltered ester being 7.1 
per cent. 

When the addition-product was heated, evolution of hydro- 
gen sulphide and mercaptan was noticed at its melting-point, 
and, on maintaining the temperature at about 80^, an oil was 
obtained which, when treated with benzene, deposited plates. 
These were crystallized from water, whereupon they melted 
from 126° to 127° ; they were free from sulphur, and a nitro- 
gen determination gave results agreeing with the calculated 
for h&nzamiie. 



Found. 



OalcnlAted tor 
CtH,NO. 

N 11.5 11.2 



An attempt was made to isolate the pseudourea ether that 
is formed here, which constitutes the oil removed by benzene 
in the above experiment. With this aim we tried distillJTig 
the addition-product at 15 mm. pressure; on heating, the 
pressure rose to 40 mm., and up to 200^ an oil and a solid dis- 
tilled over. The oil consisted mostly of benzonitrile and the 
soUd was benzamide. When this pseudourea ether is treated 
with cold hydrochloric acid, methyl chloride is evolved and 
benzamide and diamylamine hydrochloride are obtained. The 
formation of benzoyldiisoamylurea was not observed. 

Ethyl Benzoylthioncarbamate and Benzylamine energetically 
react with evolution of heat; hydrogen sulphide and mercap- 
tan are apparently evolved, and the mixture readily solidifies. 
On crystallizing then from 95 per cent alcohol, flattened prisms 
separate which melt sharply at 89°. The material does not 
contain sulphur, and a nitrogen determination agrees with the 
calculated for henzoylbenzylurea, C«H,CONHCONHCH,CeH,. 

Oalcnlated tor v<«nn;i 

C«HhN,0 '<^*- 

N 11.0 10.7 

Ethyl Bemoylthioncarbamate and Aniline. — 10 g. of the 
former were mixed with one molecular proportion of the latter 
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and the mixture was wanned for from eight to nine hours on 
the steam-bath, when hydrogen sulphide ceased being evolved 
and an oil was obtained. On standing, crystals separated 
which formed an arborescent mass from dilute alcohol, and 
melted at 202''-203^ This material was free from sulphur, 
and a nitrogen determination gave the following result: 



Found. 



Calonlftted for 
CuHuNsOr 

N 11.66 11.68 



This material agrees in properties with benzoylphenylureaj 
CeH^CONHCONHCeH,, which Blacher ♦ has prepared by an- 
otiier method. He gives its melting-point as 204°-206*'. 
This compound has also been obtained by Kuhn,t who states 
that it melts at 199^, and also by Beckmann and K^ster, who 
give 204° as its melting-point. 

JEthf/l Bemoylthioncarbamate and Paratoluidine. — A mix- 
ture of these substances in molecular proportions was heated 
for from seven to eight hours on the steam-bath. Hydrogen 
sulphide was given off during the reaction ; the product thus 
obtained consisted chiefly of pseudoethylparatolylbenzoylurea, 
CeH,CON=C(OC,H,)-NHC.H,CH„ and was an oil which 
on exposure to the laboratory atmosphere deposited crystals 
after two days. On pressing these on a plate and crystalliz- 
ing from dilute alcohol, small narrow prisms were obtained 
which melted at 80°-81**. These were free from sulphur, 
and a nitrogen determination showed that this material was 
bemoylparatolylurea, C«H,CO-NHCONHCeH,CH,. 



Oalonlated for 
CmHi^NjO,. 



Found. 



N 11.0 10.7 

In order to show the presence of pseudoethylparatolylurea, 
8 g. of methyl benzoylcarbamate and 1.6 g. of toluidine were 
heated together; a Uvely effervescence of hydrogen sulphide 
took place at 90"", and in about one hour, with these quanti- 

• Ber. d. chem. Gcb., xxriu, 436. t Ibid., xvil, 2881. 

X Ann. Chem. (Liebig), ccbudy, 28. 
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ties, it piactically ceased. The oil thus obtained was treated 
with 10 c. c. of about 20 per cent hydrochloric acid^ and the 
gas which was evolved was collected over water, in which it 
was partly soluble. In one hour over 80 c. o. of methyl chlo- 
ride were obtained. When methyl benzoylthioncarbamate 
was treated with hydrochloric acid imder the same conditions^ 
no gas was evolved. On warming, however, methyl chloride 
is evolved. 

With the object of isolating the pseudourea ether that is 
formed in this reaction, we subjected the reaction-product to 
distillation, starting at 13 mm. pressure. At 165^ the pres- 
sure rose, and up to 200"", at 20 mm. pressure, a portion had 
distilled over; in this we identified benzamide and benzoni- 
trile, which showed that the material had decomposed. 

When ethyl acetylthioncarbamate was warmed with ^tolui- 
dine, hydrogen sulphide was evolved, and an oQ and a solid 
were obtained ; on crystallizing the solid from alcohol, it melted 
at 147^ and had aU the properties of paracettoluide. The oil 
was not examined. 

' Ethyl Benzoylthioncarbamate and Sy^-Dimethi/laniltne were 
heated together in molecular proportions on the water-bath^ 
and an attempt was made to collect the mercaptan given off, 
but it was carried off in the stream of hydrogen sulphide 
which escaped. On cooling, an oil was obtained together 
with some solid. The solid was filtered off and, on crystal- 
lizing from alcohol, it melted at 215°-217^. On treating 
the oil with hydrochloric acid, ethyl chloride was evolved and 
the material solidified, when, on crystaUizuig from alcohol, 
it likewise melted at 215**-217*'. A nitrogen determination 
gave: 

Oftlonlatod for v»„.»i 

N 10.4 10.6 

This compound is therefore a, fi-benzojflmetaxylylurea^ 

CeH,CONHCONHCeH,(CH,),. 

Mhyl Benzoylthionearhamate and jhAnindine reacted at once 
with a rapid evolution of hydrogen sulphide. When wanned 



Digitized by VjOOQ IC 



ALKYL IODIDES AND AMINES. 841 

on the T^ter-bath until this ceased, and then cooled, yeiy little 
oil was obtained. The chief quantity of the reaction-product 
was solid. From this, two compounds were separated by 
means of alcohol and benzene. The more soluble one, the 
chief product, proved to be benzoylparaanisidine. Boiling the 
product with alcohol gave a mass of colorless prisms which 
melted at 216*'-218*', and a nitrogen determination of this 
substance, which bums slowly, gave the following result: 

N 10^ 9.8 

This material is therefore benzoylparamethaxifphenylureaj 
C.H,CONHCONHCeH,OCH,. 

When the above oil was treated with hydrochloric acid, it 
gave off ethyl chloride, showing the presence of benzoylpseudo- 
ethylparamethoxyphenyluiea. 

Methyl BenzaylthionearbaTnate and orNaphthylamine. — On 
warming molecular quantities of these substances until hy- 
drogen sulphide ceased coming off, an oil was obtained which, 
treated with benzene and petroleum ether, gave a precipitate. 
When this was boiled with alcohol, a residue of cyanphenine, 
melting at 230**, remained. On adding water to lie alcoholic 
solution, and then crystallizing from dilute alcohol, we ob- 
tained colorless prisms melting at 165^-166^. This material 
contained no sulphur. That it was not benzoyl-o-naphthalide, 
which melts at 160''-162% was shown on mixing these sub- 
stances, when the mixture melted at 140*' • A nitrogen deter- 
mination agreed with the calculated for bemojfUar^aphthylureOj 
CACONHCONHC^ 



OrionlaCad f or 
CuHi«H,Or 

N 9.6 9.8 

Methyl Benzoylthionearbamate and fi-Naphthylamine gave 
off hydrogen sulphide on warming, thus showing the f ormar 
tion of a pseudourea ether. The product was obtained as an 
oil that deposited nothing solid on standing a week. On add- 
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ing petroleum ether and crystallizing from dilute alcohol, small 
needles separated which melted at 156°. The material con- 
tained no sulphur, and a nitrogen determination gave results 
agreeing with the calculated for bemoyU/S-napMhamide. 

Calculated for Oalonlated for «».«4 

CeHeCONHCONHOioHr. OeH^ONHC,oH^ '*'""• 

N 9.65 5.46 6.26 

Ethyl Benzoylthioncarhamate and Diphenylamine react with 
difficulty, and hydrogen sulphide is given off. After heating 
for three days on the steam-bath an oil was obtained which, 
when treated with hydrochloric acid, decomposed with the 
separation of diphenylamine. 

Ethyl Bemoylthiancarbamate and OrthophenyUnediamine 
were mixed in the proportion of 2 molecules of the former to 
1 of the latter in ether solution, when, on evaporating, hydro- 
gen sulphide was given off and a solid was directly obtained. 
There appeared to be little or no oil in this case. The material, 
when crystallized from alcohol, separated in lozenge-shaped 
crystals, which were free from sulphur ; they melted at 236°, 
and a nitrogen determination agreed with tlie calculated for 
dibemoylphenylen diurea^ 

CeH,CONHCONHC.H,NHCONHCOCeH,. 

Caloolated for v..^.^ 

N 13.9 14.2 

Methyl Bemoylthioncarbamate and Phenylhydrazine, — 
When phenylhydrazine is added to the ester, tiie mixture 
becomes warm and hydrogen sulphide is given off. On heat- 
ing, to complete the action, and then cooling, an oil is obtained 
which readily solidifies. On crystallizing this from dilute 
alcohol, colorless needles are obtained melting at 86° -86°. 
A nitrogen determination agreed with the calcidated for l^- 
dipJienylS-ethoxytriazole. This material was free from sulphur. 

OaloDlated for v<«»«4 

N 16.7 16.9 
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IS'DipJienylS'triazolone was obtained when the above was 
boiled with concentrated hydrochloric acid in alcoholic solu- 
tion for from eight to nine hours. 

Hthf/l Acetylthioncarhamate and Phenylhydrazine reacted in 
the cold, giving o£f hydrogen sulphide, but on standing two 
weeks nothing solid separated. The material was then dis- 
tilled at 17-18 mm. pressure, whereupon it practically all 
boiled from 190° to 193°. This readily solidified and, on crys- 
tallizing from petroleum ether, it formed long, stout prisms, 
melting at 49° -60°. It is extremely soluble in alcohol and 
benzene, and a nitrogen determination gave results agreeing 
with the calculated for l-phenylrS-methylS-ethoxytriazole. 

C^Alcnlated for v^««^ 

CuHuNjO. '<*™^ 

N 20.7 20.9 

On the Benzoylimidoihiocarhonie Esters and their Behavior 

with Hydrogen Chloride. 

SC H 
Diethyl Bemoylimidothioearbonate, C^H^CON=G< qq ^ — 

We have prepared a series of these esters by treating the 
potassium salts of the benzoylthioncarbamic esters, in alco- 
holic solution, with alkyl iodides. Warming, during tMs 
process, must be avoided, since otherwise, as found by L(5ss- 
ner in the case of the preparation of the diethyl ester,* 
mercaptan is evolved, and the oils suffer more or less decom- 
position with the formation of benzamide. The potassium 
salts of the benzoylthioncarbamic esters crystallize more readily 
than the sodium salts. In order to prepare them, alcoholic 
potash is added to a strong solution of the ester in alcohol, 
when a crystalline mass separates at once. On treating the 
potassium salt of ethyl benzoylthioncarbamate suspended in 
alcohol with ethyl iodide, the mixture, after standing twelve 
hours, no longer had an alkaline reaction. Water was then 
added, and the precipitated oil was extracted with ether, 
washed, and then thoroughly dried over calcium chloride. 

• Loccit 
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On evaporating and distilling the oil at 19 mm. pressure, the 
material all boiled from 209"" to 212'', almost from the first to 
the last drop. There was no sign of decomposition, and the 
yield is almost qnantitative, a portion being lost in treating the 
alcohol solution with water. Thus obtained, ethyl benzoyl- 
imidothiocarbonate is a colorless oil of a faint odor, resembling 
the xanthic esters. Without further purification of the oil a 
nitrogen determination gave : 

Oilonkted for «u..^ 

N 6.9 6.2 

Dimethyl Benzoylimidothioearbanate, CJB[fiON=^C< qq^^ 

was obtained when 46 g. of methyl benzoylthioncarbamate, 
9.5 g. of potassium hydrate, and 83.5 g. of methyl iodide were 
mixed in methyl alcohol. The mixture became warm, and the 
odor of mercaptan was noticed; this greatly increased on 
attempting to distil off the methyl alcohol after the action 
was complete. The heating was then stopped and cold water 
was added, and the oil was extracted with ether, whereupon, 
on evaporating, 22 g. of this ester were obtained, which, on 
standing, deposited plates of benzamide. These were filtered, 
and the oil, without further purification, was used for the fol- 
lowing experiments : 

About 1 g. of the oil was dissolved in benzene and 
hydrogen chloride was passed in ; warming and effervescence 
took place, and a mass of colorless needles separated, which 
melted at 152°-15S® and were identical in every respect 
with methyl bemoylthiolcarbatnatej CtH,CO— NHCO.SCH,, 
described above. 

Three g. of the oil were heated on the water-bath for about 
an hour and a half in a stream of hydrogen sulphide (when 
mercaptan (?), and some methyl alcohol condensed in the de- 
livery tube), and, on cooling, dissolving in potassium hydrate 
and precipitating with hydrochloric acid, needles were obtained. 
When these were crystallized from dilute ^cohol, they were 
found to be methyl bemoylthioncarbamate, CeH^GONHCS.OCH,, 
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described above. When this oil is allowed to stand in water, 
it remains liquid for weeks. On exposure, the crude oil 
evaporated, leaving benzamide. 

BerizoylimidomethylthiolelAyUarhimatey 

was prepared like the above diethyl ester. It was distilled at 
20 mm. pressure, when it boiled for the most part at about 
210''. It then did not solidify in a freezing-mixture, and in 
properties it resembled the dietiiyl compound. When this oil 
was treated in dry benzene with hydrogen chloride, it evolved 
methyl chloride and gave ethyl benzoyUhtolcarbamate^ 

qh,conhco.sc;h^ 

which, on evaporating the benzene and crystallizing from di- 
lute alcohol, separated in long, slender prisms melting from 
105^-107^. It is soluble in sodium hydrate, and a nitrogen 
determination gave : 

Caloolated for 9^,^ 

N 7.0 6.7 

An attempt to prepare this ester by warming ethyl thiolcar- 
bamate, HsNCO.SCsHf, with benzoic anhydride under condi- 
tions that were found to be favorable in the case of the 
corresponding acetyl compound, resulted in the formation of 
cyanphenine and a body which crystallized from alcohol in 
needles and melted finally at 167**-168®. This material con- 
tained sulphur, and a nitrogen determination gave results 
agreeing with the calculated for benzoyl rhodanide, the com- 
pound probably being the polymeric modification described by 
Miquel,* who states that it melts at 160°. 

Oalmilafted for , r, , 

(CACO-NCS),. '^^'^ 

N 9.1 9.6 

BenzpylimidoTnethylthioluopropylcarbanate, 
Isopropyl iodide reacts more slowly on the potassium salt 

• Ann. Chim. Fhys. [6], xi, 2091 
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of methyl benzoylthioncaxbamate than the lower alkyl iodides. 
When 10 g. of the ester are used, it is necessary to let the 
mixture stand for about three or four days. When the prod- 
uct was treated with hydrogen chloride, it gave 

liopropyl BenzoyUhiolcarhamaU, C^^OONHCO.SC^. — 
This crystallizes from alcohol in colorless prisms, which melt 
at ISG^'-IST^. It is soluble in alkali, and a nitrogen deter- 
mination gave : 

CuH„N0Ji '«™*- 

N 6.2 6.2 

BenzoylimidomethylthiolisobiUylcarbonate^ 

is an oil like the preceding. It required from two to three 
days for its preparation. When dry hydrogen chloride is led 
into its solution in benzene, it evolves methyl chloride and 
gives 

iBohtUyl Bemoylthiolcarhamate^ C^ffg CONHCO.SC^H^ 
which crystallizes &om dilute alcohol in thin plates or scales 
and melts at 115°-117**. It is insoluble in water, but readily 
soluble in benzene and sodium hydrate, and a nitrogen deter- 
mination gave : 

^J?*'S^'2' Found. 

N 6.9 6.0 

Bemoylimidamethylthiolisoamylcarbanate^ 

In this case the action was complete in two days, it being 
hastened finally by warming. The oil, without distilling, was 
dried in a vacuum at 100°, when a nitrogen determination 
indicated the presence of benzamide. 

0,«H,9N0,S. *wmB. 

N 5.28 6.0 

On standing, some benzamide separated. When this oil 
was treated with dry hydrogen chloride and the material puri- 
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fied by means of alkali and dilute alcohol, a compound crys- 
tallizing in needles was obtained, which melted at 96°. A 
nitrogen determination gave results which agreed with the 
calculated for methyl bemoylthioncarbamate^ the calculated 
being 7.1 per cent, while 6.9 per cent was found. The calcu- 
lated for the expected isoamyl benzoylthiolcarbamate is 5.5 per 
cent. The compound obtained had all the properties of the 
benzoylthionmethyl ester described above. This is the first 
exception to the rule that thiolcarbamic esters are formed by 
the action of hydrogen chloride on the imidothiolcarbonates. 

On the Behavior of Bemoylimidothiocarhonic Esters with 
Amines^ and on the Behavior of Bemoylpseudoureas 
with Hydrochloric Acid. 

As stated in the introduction, the behavior of the benzoyl- 
imidothiocarbonic esters with bases has been investigated only 
in the case of ammonia.* We show below that the benzoyl- 
imidothiocarbonic esters readily react also with alkyl and aryl 
amines giving benzoylpseudourea ethers. Attempts to purify 
these compounds by distillation, in certain cases, were not 
crowned with success. Their behavior, however, with hydro- 
chloric acid is described as the most characteristic reaction or 
simple test for their presence that we have observed, since by 
this treatment they evolve alkyl chloride and are, in most 
cases, quantitatively converted into the corresponding, easily 
crystallizable, benzoylureas. 

Benzoylpsevdomethylurea^ C^H^ OO—N^ C< q qK . — This 

compound was prepared from benzoylimidomethylthiolisopro- 
pyl carbonate and alcoholic ammonia by allowing the mixture 
of these substances to stand for twelve hours, whereupon iso- 
propyl mercaptan separated and the compound obtained by 
Dixon, in a similar manner, was obtained. It melted at 77® 
and agreed with his description. On treating this with 20 
per cent hydrochloric acid, a reaction did not start immedi- 
ately, but, on gently warming, the material melted, then 

* Dixon, loc. dt 
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solidified, and, on ciystallizing from alcohol, small lozenge- 
shaped plates separated, melting at 214'' with effervescence. 
This material had all the properties of benssoylwreay 

CeH^CONHCONH,, 

described above. 

Benzoylpsevdameihylethylureay O^H^OO-^NszOk^qq^^^K — 

This was prepared from benzoylimidomethylthiolisopropyl 
carbonate by allowing a little less than 1 g. of the ester to 
stand for several days with a 83 per cent aqneous solution of 
ethylamine mixed with enough alcohol to form a solution. 
On then evaporating, an oil was obtained which was treated, 
without further handling, with 20 per cent hydrochloric acid, 
whereupon it was converted into 

a-P-Benzoyleihylurea, O^H,CONHCONnO%H^. — On stand- 
ing, this separated from the hydrochloric acid solution in 
long needle-like prisms, some over 2 cm. in length. The 
preparation of this compoimd by a new method is of interest, 
because of the discrepancy between the melting-points re- 
corded for this compound iby Miquel,* Leuckart,! and Dixon. J 
These authors give 192°, 168°, and 114°-114.5°. On crystal- 
lizing our material from petroleimi ether, it melted sharply at 
114° and agreed in all respects with the compound prepared by 
Dixon from a,/9-benzoylethylthiocarbamide by desulphurization 
so that evidently this is the correct melting-point for the 
substance. 

Benaoylpseudomethylisobutylurea^ OsHC0-'Nz=O<:q^j^* \ 

— When isobutylamine is mixed with benzoylimidomethyl- 
thiolethyl carbonate, the mixture starts to boil immediately, 
giving off ethyl mercaptan, and cooling is necessary. The 
product is an oil which, when treated with hydrochloric acid, 
slowly gives off methyl chloride and solidifies, forming 

Bemaylisohutylurea, C^EyCOIfffOONffC^ff^.— This was 
crystallized from alcohol, when long, slender prisms were ob- 

• Ann. Chim. Phyi. [5], xi, 818. f J. prakt Chem. [2], xxi, 83. 

t J. Chem. Soc. (London), 1898, 388. 
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tained, meltmg sharply at 115^. A nitrogen determination 
gave: 

N 12.7 12.9 

BenzoylpseiidamethjfldiUoamjfluretL^ 

When benzoylimidothiolmethyl carbonate and diamylamine 
are mixed, reaction starts in the cold. The material was 
warmed to 60^ nntil methyl mercaptan ceased being evolved, 
when hydrogen sulphide was passed in for several hours. On 
cooling, a mass of plates separated ; these proved to be benz- 
amide. On filtering and distilling at 18 mm. pressure diiso* 
amylamine, boiling at 72°, benzonitrile, and benzamide formed 
the chief products. An appreciable amount of diamylthion- 
methylcarbamate was not obtained. 

This and the corresponding ethylbenzoylpseudouiea ether 
differ from most of the other uiea ethers that we have exam- 
ined by the fact that, although they give off alkyl chloride 
with hydrochloric acid, nevertheless, a body corresponding to 
benzoyldiisoamylurea was not obtained. A number of experi- 
ments were tried with hydrochloric acid under different con- 
ditions, but in every case nothing but benzamide and diisoamyl 
hydrochloride could be isolated. This behavior is in accord- 
ance with the ease with which the addition-product in the case 
of ethyl benzoylthioncarbamate and diisoamylamine gives 
benzamide and free amine. When puudoethylbemoifldiiso' 
amylurea was prepared from benzoylimidothioethyl carbonate 
and diamylamine, and the product treated with hydrochloric 
acid, ethyl chloride was evolved, and again nothing but benz* 
amide and amine hydrochloride was found. 

NHC ff 
Bemoylpseudamethylphenylureay 0^^00N=0< QQjg^ *. — 

Benzoylimidomethylthioletbyl carbonate and aniline readily 
react when mixed, and the action may be hastened by warm- 
ing on the water-bath. After the evolution of ethyl mercap- 
tan had ceased, in one experiment, we attempted to purify the 
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product by Hiflfnlling at 16 mm. pressure. Both the tempeia- 
ture and pressure rose steadily, the material begimiing to boil 
at 70°. At this pressure, when the temperature rose to 200^, 
benzonitrile and other products distilled over, leaving a mass 
of tar in the diRtilling bulb. 

When this crude pseudourea ether is treated with hydro- 
chloric acid, it reacts at once, solidifying and giving off 
methyl chloride, and, on crystallizing the product from alco- 
hol, benzoylphenylurea, melting at 202^-208°, is obtained. It 
is identicid with the product obtained from ethylbenzoylthion- 
carbamate and aniline described above. 

Bemoylpseudoethylphenylureay O^fiO^-N^ ^<OCH^^^ 
from 2 g. of aniline and 4.8 g. of benzoylimidothioldiethyl car- 
bonate, formed a clear light-yellow oil, after heating for some 
time in a vacuum on the steam-bath. A preparation made in 
this manner was analyzed with the following result : 



OftlonUtod for 
CuHmN,0^ 



Fdond. 

N 10.4 10.8 



Bemoylpseudomethtfl'in^hlorphenfflureaj 

was obtained from metachloraniline and benzoylimidomethyl- 
thiolethyl carbonate after eight hours' heating on the water- 
bath. It was converted directly by hydrochloric acid into 
lemoylmetacUorphenylureay C6H8CONHCONHCeH4Cl, which 
crystallizes in needles from alcohol, melting at about 200°. 
We were unable to obtain all the nitrogen from this com- 
pound on burning with copper oxide in the usual manner. 
Two determinations gave 8.60 and 8.64 per cent of nitrogen, 
while the calculated is 10.2 per cent. In order to determine 
whether this peculiarity is the fault of the analytical method 
and whether tiie above compound is the benzoylurea in ques- 
tion, we prepared this benzoylmetachlorphenylurea by desul- 
phurizing bemoylmetachlorphenylthioureOj 

CACONHCSNHCeH^Cl, 
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in regard to the structure of which there can be no question, 
since it was prepared from pure benzoyl rhodanide and color- 
less metachloraniline, the latter boiling from 229^ to 231°. 
Here, again, we had the same difficulty on analysis ; a deter- 
mination gave 8.4 per cent instead of 9.6 per cent nitrogen. 
This material crystallizes from alcohol in colorless needles 
melting at 125°. On boiling the alcoholic solution of this 
compound with silver nitrate and a little water, a compound 
was obtained which crystallized in needles and melted at 200**. 
It was identical in every respect with the above compound 
obtained from the pseudourea ether, and, when portions of 
the two samples were mixed, the melting-point was not altered. 
It follows, therefore, that the material is the urea in question, 
and that this urea and thiourea do not give up all their nitro- 
gen under the usual conditions of a nitrogen determination. 
Benzoylp%eud(ymethylrm^%trophenylureaj 

After heating metanitraniline with benzoylimidomethylthiol- 
ethyl carbonate for four or five hours on the water-bath, the 
evolution of ethyl mercaptan ceased. The oil thus obtained 
was treated with hydrochloric acid, whereupon it changed to 
a crystalline mass. This was washed with water and crystal- 
lized from alcohol, whereupon it gave 

Bemoylmetanitrophenylurea, C^ff^ CONECOKEC^E^NOt. 
— This is insoluble in water and chloroform and difficultly 
soluble in benzene and alcohol. From the latter solution it 
separates in the form of fine, short needles, which melt from 
231° to 232°. A nitrogen determination gave : 

Oaloulated for v.,.^^ 

CuHuN,04. '^"^ 

N 14.7 14.4 

Benzoylp^eudamethylpseudocumylurea^ 

C.E,CO^Na=<^^^^*^^^'\ 

was readily formed on warming benzoylimidothiolmethyl car- 
bonate and pseudocumidine. On coolingi the mass was 
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treated with hydrochloric acid, whereupon methyl chloride 
escaped and, on washing with water and alcohol and crystal- 
lizing from chloroform, a woolly mass of very bulky, long 
needles was obtained. This substance melted at 207% and on 
analysis proved to be 

Benzoj/lpieudocumylurea, C^H^ CONHCONHC^t(^ CH^^u 

C^N,0, »^«»«- 

N 9.92 9.78 

BenzoylimidomeihylthioluohUyl carbonate and methylaniline 
reacted very slowly, giving off mercaptan. After wanning on 
the water-bath for three days, an oil was obtained thot had a 
beautiful purple color. It did not readily solidify with hydro- 
chloric acid, and, therefore, it was not further examined. 

New Haybn, April 90, 1900. 
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ON THE MOLECULAR REARRANGEMENT OF DISUB- 
STITUTED THIONCARBAMIC ESTERS: PHENYL- 
IMIDOTHIOCARBONIC ACID DERIVATIVES AND 
THIOSEMICARBAZIDIC ESTERS.* 

By HENRY L. WHEELER and GUY K. DUSTIN. 

In previous articles from this laboratory it has been shown 
that monosubstituted thioncarbamic esters, XNHCS.OR, re- 
act more or less readily with alkyl iodides, giving the isomeric 
thiol derivatives, XNHCO.SR; and it was concluded that 
these ester amides are best represented by the normal form 

SH 
rather than by the pseudo structure, XN=C<q^. It seemed 

desirable, however, to determine whether or not the above- 
mentioned rearrangements were dependent on the presence of 
hydrogen ; or, in other words, whether disubstituted xantho- 
genamides of the form XX'N—CS.OR would undergo a 
similar rearrangement, giving the thiol derivatives, the ques- 
tion being aU the more interesting since it is customary to 
represent the thioamides and thioureas as reacting in their 
pseudoform with halogen compounds. 

We find that the disubstituted thioncarbamic esters readily 
react with alkyl iodides, and that the N-methyl (1) and 
ethylthioncarbanilic esters undergo a rearrangement even 
more readily than the thioncarbanilic esters of the form 
CeHjNHCS.OR. It follows, therefore, that the pseudoform 
is not involved in these reactions, and that the rearrangement 
takes place, in general, as follows : 

L 

CHs >N-CS.0CH5 -♦ ^^»>N-C=sll * -^ 
C H >N-C0.SCH,. 

6 6 



• Amer. Chem. Joar.» xxir, No. 6. 
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It is easy to distinguish whether a rearrangement has taken 
place or is complete in this series, since the thion derivatives 
are readily desulphurized by mercuric oxide when boiled in 
alcoholic solution, while the thiol derivatives are unaffected 
The action takes place smoothly as follows: 

n. 
CH,.C«HeNCS.OR -> CHj.CeHjNCO.OE. 

It was shown by Liebermann* that the sodium and silver 

salts of the thioncarbanilic esters react with allkyl hahdes in 

the following manner: 

m. 

,SAg ^SCA 

Thus, the alkyl group attaches itself to sulphur, and phenyl- 
imidothiocarbonic esters result. He examined the action of 
these compounds with sulphuric acid, aniline, and ammonia, 
at high temperatures. He found that the action of sulphuric 
acid gave aniline sulphate and thiocarbonic esters, thus show- 
ing the constitution of the compounds. With aniline, mer- 
captan was given off and carbanilide separated, while with 
ammonia (at 100°) decomposition products alone were ob- 
tained. He states that with hydrochloric acid alkyl chloride 
is evolved, on warming, and the compounds are converted 
back into phenylsulphurethane. 

We have prepared some of these compounds in order to 

compare their behavior with that of the analogous acylimido- 

SC H 
thiocarbonic esters, CeHjCO— N=C<q^"jj*, and with that 

of anilinoimidothiocarbonic ester, the hydrazone of diethyl 

thiocarbonate, C6H6NH-N=C<q^«^». The results of the 

comparison show how strikingly the properties of compounds 

of similar structure are influenced by the character of groups. 

It has been found that the benzoylimidothiocarbonic esters 

• Ann. Chem. (Liebig), ccyii, 148. 
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readily react with organic bases,* wliile the hydrazone of ethyl 
thiocarbonate, which has precisely opposite properties, readily 
and smoothly reacts only with negative compounds, such as 
acyl chlorides, hydrochloric acid, thiobenzoic acid, etc.f We 
now find that the phenylimidothiocarbonic esters exhibit a 
behavior intermediate between the above, inasmuch as they 
are surprismgly unreactive with both acyl chlorides and with 
organic bases; in fact, they show a wide departure from most 
compounds which contain the imido-ester grouping. 

For example, it might be expected that the compounds of 
Liebermann would react with bases, giving the pseudourea 
ethers of Stieglitz and Dains. X It was found, however, that 
aniline acts on these compoimds only near its boiling-point, 
and then very slowly, and that carbanilide separates from the 
hot mixture, in crystalline form, before one-half of the mix- 
ture enters into reaction. On distilling, no pseudourea ether 
was found. 

The hydrazone of thioethyl carbonate, like the isoanilides in 
general, reacts with acetyl and benzoyl chloride, in the cold, 
with a violent evolution of alkyl chloride, while the com- 
pounds of Liebermann can be mixed with these chlorides 
without any evidence of reaction. Benzoyl chloride showed 
no signs of reacting with the following ester below 140**. On 
long-continued heating, above this temperature, methyl chloride 
was slowly evolved and a benzoyl derivative was obtained. 
The reaction, in all probability, took place as follows : 

IV. 
CeH,N=C<^^5» + C1.C0C,H, = CeH,-N-C0.SCH3 + CH,C1. 

c.H,io 

This action is probably analogous to that of hydrogen chlo- 
ride, with which reagent the phenylimidothiocarbonic esters 
react smoothly and quantitatively, like the imidothiocarbonic 
esters in general, giving thiolcarbamic esters and not, as Lie- 

* Wheeler and Johnson, Amer. Chem. Jour., zxiy, 189. 
t Wheeler and Barnes, Rjid., xxiy, 60. 
X Jour. Amer. Chem. Soc, xxi, 136. 
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bermann states, regenerating phenylsulphurethane or the thion 
derivative. This mistake of Liebermann is probably due to 
the fact that ethyl thionearbanilate and the corresponding 
thiol compound differ by about I*' in their melting-points, and 
may be easily mistaken for each other. However, the other 
members of these series differ more widely in their melting- 
points. The reaction with hydrogen chloride takes place with 
the formation of an addition-product, which decomposes with 
loss of alkyl chloride, as follows : 

V. 

In these and similar compounds it is almost invariably the 
group attached to oxygen that is evolved as alkyl chloride, 
and a thiol ester is formed. As another example of the com- 
parative inertness of the phenylimidothiocarbonic acid group- 
ing, we may add that no reaction was observed when benzoyl 
chloride was mixed with the silver salt of methyl thionearb- 
anilate suspended in benzene; and when the mixture was 
heated to 100°, benzanilide was obtained. 

With acetyl chloride the salt reacts in the cold. Silver 
chloride and an acetyl derivative are obtained as follows : 

VL 

With the object of obtaining a new type of thiocarbamic 
esters, which perhaps may be called acylsulphosemicarbazidic 
esters, i.e., CeH3CONHCSN(CeH0-NHCSOR, etc., since 
they contain the sulphosemicarbazide grouping, 

-NH-CS-N-NH-,* 

* For conyenience in naming these compounds, sulphur in the urea radical 
is termed sulpho ; when in the ester grouping, it is called thion or thiol ; and for 
general reference the compounds are referred to as thiosemicarbazidic esters. 
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we examined the behavior of acetyl and benzoylsulphocyan- 
ides with ethyl phenylthiocarbazinates. It was found that the 
thion ester behaves in a different manner from that of the thiol 
ester. 

When acetyl- or benzoylsulphocyanide is mixed with ethyl 
phenylthioncarbazinate, hydrogen sulphide is evolved, even in 
the cold, and compounds of a very stable nature result. The 
reaction evidently takes place first by addition, with the forma- 
tion of ethyl c-benzoyl-J-phenylsulpho-a-thionsemicarbazidate. 
This probably takes place according to one of the two follow- 
ing schemes, and hydrogen sulphide then separates as shown 
by the dotted lines, giving ring-formed compounds which are 
either triazole (VII) or thiobiazolone derivatives (VIII) : 



vu. vm. 




C,H,N-N C,H,N-N 

1 iHi\ 1 m. 

CS iSj— COC,H, or C,H,CO-N=C jS 

CH,CO-N|Hi SjH 


COCH, 



Which ring is formed depends on whether the intermediate 
addition-product has the structure of a normal (VII) or 
pseudosulpho (VIII) semicarbazidic ester. 

Freund and KtJnig* represent the action of isocyanphenyl 
chloride, CeH5N=CCla, on acylhydrazines in the same man- 
ner as that of phosgene, the products being viewed as imidoxy- 
biazolines or compounds analogous to VIII. The action in 
the present case might be expected to be similar. On the 
other hand, it has been shown by Marckwaldf that compounds 
of this type are not desulphurized by metallic oxides while 
our material is desulphurized by silver nitrate ; therefore, at 
present, we are inclined to represent these compounds as tria- 
zole derivatives, and assume the action to proceed as shown 
in VII. 

When acetyl- or benzoylsulphocyanide is mixed with ethyl 
phenylthiolcarbazinate, no hydrogen sulphide is evolved, but 

* Ber. d. chem. Ges., xxri, 2869. t Ibid., xxy, 3109; xrrii, 617. 



Digitized by VjOOQ IC 



868 DISUBSTITUTED THIONCARBAMIC ESTERS. 

the compounds unite directlj to fonn an addition-product, 

as follows: 

IX. 

CeHjCONCS + CeH,NH-NHCO.SC,H, = 

CeH«CONHCSN(CeH,)-NHCO.SC,H«. 

These reactions sharply distinguish the thion- from the thiol- 
carbazinic esters, and the ease with which the former give 
ring compounds seems to indicate that the thion derivatives 
have the pseudo form. However, other facts, such as special 
arrangement, must also be considered in these cases. 

That the above formation of triazole derivatives (VII) is 
probably not caused by the phenylthioncarbazinic ester having 
the pseudo form is shown by the behavior of the latter with 
phenyl isocyanate. These compounds combine directly with- 
out giving off hydrogen sulphide, and the product has the 
composition of the expected ethyl c,6-diphenyl-a-thionsemi- 

carbazidate : 

X 

CeH,NCO + CeH,NH-NHCS.OC,H, = 

CeH5NHC0N(CeH,)-NHCS.0C^r 

That the addition takes place to tiie nitrogen to which the 
phenyl group is attached, and that the grouping — NHCS. 
OC2H6 is present, is shown by the behavior of the compound 
with alkali and alkyl iodides. With methyl iodide and 
sodium methylate in the cold, diphenylureaimidothiolmethyl- 
ethyl carbonate, the diphenylsemicarbazone of thiolmethylethyl 
carbonate, is formed (XI) ; while under the same conditions 
ethyl iodide gives a mixture of two compounds. These are 
thioldiethylcarbonicesterdiphenylsemicarbazone analogous to 
XI and a substance, free from sulphur, which appears to be 
the ring-formed compound c^ethoxy-a'-phenylimido-yS'-phenyl- 
oxybiazoline (XH) : 

XL xn. 

aHJTH-CO CeH,N=C COCA 

O 
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The compound XII is also formed on simply warming the 
diphenylthionsemicarbazidic ester with sodium ethylate. 

On the other hand, with benzyl chloride the sole product 
obtained was not strictly analogous to either of the above de- 
rivatives ; it contained sulphur, and agreed in composition with 
one of ihid following compounds : 

xin. XIV. 
CeH^N ^N CAN ^N 

CO C.SCH,CA or CeH,N=C C.SCH,CA 

At present we have nothing but the properties of the com- 
pound to indicate to which of these series it belongs. The 
structure represented by formula XIII appears to be ex- 
cluded, since Marckwald * has prepared a compound of this 
type, namely, l-4-diphenyltriazolone-3-methylmercaptan (XV), 
and he has shown that this substance has decided basic prop- 
erties, that it is soluble in acids, and that it gives a platinum 
double salt. Our compound, on the other hand, has no basic 
properties whatever. The nearest known analogues of a 
compound represented by formula XIV are the phenyl- 
imidooxybiazolines prepared by Freund and K(5nig. f The 
properties of their " 7i-phenyl-phenyl-phenylimidooxybiazolin " 
(a-phenyl-a'-phenylimido-)8-phenyloxybiazoline, XVI) are 
closely similar to those of our compound, inasmuch as it is 
insoluble in water and is not affected by boiling with soda or 
hydrochloric acid, in which it is also insoluble : 

XV. xvi 
CeHjN ^N CeHeN N 

ho (isCHa CeH,N=fe ^.CeH, 

CeH.J"'"^ ^0^ 

Moreover, it was found that the compound free from sul- 
phur, mentioned above, has no basic properties, and therefore 

* Ber. d. chem. Oes., zxr, 3111. f Loc dt 
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it appears that formulas XII and XIV best represent the 
structure of the compounds in question. Further work on 
the structure of these compounds must be deferred to a later 
date, owing to the departure of one of us from this laboratory. 

The behavior of the diphenylthionsemicarbazidic ester (X) 
with bases showed a wide departure from that of the benzoyl- 
thioncarbamic esters, since derivatives of the pseudourea type 
were not obtained. When heated with aniline, or in fact 
when heated alone, carbanilide is the chief product. The 
properties of this type of esters are most closely related to 
those of the thioncarbanilic esters. 

When the diphenylsemicarbazones of the thiolcarbonic esters 
(XI) are treated with hydrogen chloride, a reaction similar to 
that described in the case of the phenylimidothiocarbonic esters 
takes place (V above). The compounds obtained are identical 
with those prepared by adding phenyl isocyanate to the phenyl- 
thiolcarbazinic esters, in which case again no hydrogen sulphide 
is evolved; the addition therefore takes place in a similar 
manner to that shown in X. 

In addition to the above we have investigated the action of 
some thion and thiol salts of carbonic and carbamic acids with 
ethyl chlorcarbonate, and we find that no two of these salts 
behave alike. For example. Bender's salt, to which the 
structure CaH^OCO.SK is assigned, reacts in two ways as 
follows, chiefly according to XVII : 

xvn. 
CgH5OCO.SK + ClCO.OCaHfi = CjHjOCO.OC A + KCl + COS. 

xvni. 
C2H5OCO.SK + ClCO.OCaHg = CHjO.CO.SCH, + KCl + CO,. 

The products are diethyl carbonate, diethylthiol carbonate, 
carbon oxysulphide, carbon dioxide, and potassium chloride. 

Potassium xanthate, CgHsOCS.SK, reacts with 1 molecule 
of chlorcarbonic ester in an extremely complicated manner. 
We identified the presence of five diJBferent oUs in the reac- 
tion-product. These were carbon disulphide, ethyl carbonate. 
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diethyl thioncarbonate, xanthogenic ester, and Welde's • "di- 
sulphodicarbothionsaurediathyl ester." 

We were unable to obtain the sodium salt of thionethyl car- 
bonate, CaHiOCS.ONa, described by Klason-f In this respect 
our experience coincides with that of Bergreen,! whose results 
on the action of thiophosgene on sodium ethylate we are able 
to confirm. 

Ammonium dithiocarbanilate, C«HjNHCS.SNH4, gave, with 
1 molecule of chlorcarbonic ester, chiefly thiocarbanilide, 
phenylsulphocarbamide, and phenyl mustard oil; while the 
phenylhydrazine salt of dithiophenylcarbazinic acid, 

CeHeNH-NHCSSH.Hj|N-NHCeH„ 
gave a good yield of Heller's § ethyl phenylcarbazinate. The 
latter had all the properties mentioned by Widman.|| Besides 
this, an unpromising green tar was formed. 

Experimental Part. 

Methyl Metht/UhioncarbanUaiey ^^>iV-(7/S.0Cff,.— The 

chloride, CeH5(CH8)NCS.Cl, was prepared by the method of 
Billeter.ir In two experiments 15 g. of thiophosgene gave the 
theoretical yield of the chloride. This was added to a solution 
of sodium methylate in methyl alcohol, when a reaction took 
place at once ; it was warmed for a half hour on the water- 
bath, then treated with water, extracted with ether, and distilled 
at 19 mm. pressure, whereupon it boiled mostly from 151** to 
152°. It was a colorless oil which did not solidify on cooling, 
and a nitrogen determination gave : 

C|»HuN08. '<>«»»*• 

N 7.7 7.3 

Methyl Methylcarhanilate, OtE^iCEC)NC0.0OHt, was 
formed on boiling the above thion ester (12 g.) with an excess 
of mercuric oxide in alcohoUc solution. It was obtained as an 

• J. prakt. Chem. [2], xy, 46. t Ber. d. chem. Get., xx, 23S4. 

X n)id.» xxi, 346. § Ann. Chem. (Liebig), cclziii, 278. 

II Ber. d. chem. Ges., xzyiii, 1927. T Ibid, xz, 1631. 
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oil which distilled for the most part from 117** to 119** at 
16 mm. pressure, and a nitrogen determination gave; 

Oaloolatod far v«.««a 

N 8.48 8.71 

Ethyl Methylthtoncarhanilate, C^H^{CH^)NCS. OCiJT,. — 
This was prep{u*ed from the above chloride in the same man- 
ner as the methyl ester. It formed a colorless oil which boiled 
mostly from 146® to 160® at 18 nmi. pressure. It refused to 
solidify, and a nitrogen determination gave : 

Cakmlatad for «»»;• 

CioH^OB. ^^'^'^ 

N 7.1 6.9 

It may be boiled with concentrated hydrochloric acid with- 
out change. 

Methyl N'JSthylthioncarbanaaUj C^n^{CtH^)NCS.OCH^.-- 
This compound was prepared in the same manner as the cor- 
responding ethyl ester.* The crude product was obtained as 
an oil which was distilled at 18 ram. pressure, whereupon the 
most of the material boiled from 148® to 149^. It then solidi- 
fied and, on crystallizing from petroleum ether, beautiful, 
colorless, five-sided plates separated, melting from 41® to 42^. 
A nitrogen determination gave: 

N 7.17 7.60 

Methyl Methylthiolcarbanilate, C^H^{Cnt)NCO.SOH^.— 
This compound is easily obtained when the thion ester is 
heated with methyl iodide for four hours from 108** to 106®. 
On cooling, a small amount of crystalline material separates, 
which appears to be trimethylphenylammonium iodide. The 
rest of the product, when distiUed at 16 mm. pressure, boils 
for the most part from 140® to 142®. The material then 
solidifies, and when crystallized from alcohol, in which it is 
readily soluble, it melts at 46''. It forms colorless plates 
which, on analysis, gave: 

• Billeter and Strohl, Ber. d. chem. Ges., zzi, 104. 
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N 7.77 7.38 

This ester has been obtained in another manner by Ber- 
tram.* He states that it melts at 54^. Onr material was free 
from the thion ester, since it was not desulphurized on boiling 
with mercuric oxide. 

Mhjfl N'Methylthiolcarbanilate, C^H^{CH^)NCO.SCtE^.~ 
The thion ester was heated in a closed tube for a number of 
hours at 100^ with ethyl iodide ; then, on distilling, an oil was 
obtained which boiled from 160^ to 168® at 19 mm. pressure. 
On cooling, this solidified and melted at about 12''-18^. A 
nitrogen determination gave: 

(Moalatod f or «u««ii 

C^jHuNOS. '^"'^ 

N 7.17 7.38 

Methyl N-EthylihxolcarhanilaU, Cf,Hi(^Ctn;)NCOSCH^.— 
This was obtained as an oil by heating the tiiion ester with 
methyl iodide. It boiled from 148** to 149® at 17 mm. pressure, 
and it did not solidify on cooling. A nitrogen determination 
gave results agreeing with the calculated. The record of this 
determination is lost. It was free from the thion ester, since 
it was not desulphurized by boiling in alcoholic solution with 
mercuric oxide. 

Ethyl N-Dimethylthimcarhamate, ( OHz)JfCS. OCiZT,. — The 
action of alcoholic dimethylamine was tried on xanthogenic 
ester in order to see if the action in the case of aliphatic 
amines is the same as that of ammonia and phenylhydrazine. 
It was found that these substances react less smoothly than 
when ammonia is used. In the present case, after the above 
mixture was allowed to stand about two weeks, the product 
was an oil which distilled, for the most part, at 208® -205®. A 
nitrogen determination indicated the presence of xanthogenic 
ester. The material was then treated with alcoholic potash 
and allowed to stand for twenty-four hours, whereupon, on 

* Ber. d. chem. G^s., zzr, 68. 
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distilling, it boiled from 206** to 206°, and a nitrogen deter- 
mination gave 9.1 per cent of nitrogen instead of 10.6. 

Diamylamine reacted even less smoothly with xanthogenic 
ester. When these substances were mixed and allowed to 
stand for four or five days, then heated for some time on the 
steam-bath, mercaptan was given off, but the product, when 
distilled, gave no constant boiling-point. 

SCJT 
Dimethyl Phenylimidothiolcarbonate, O^H^N= (^<qqj/' — 

This was prepared by treating methyl thioncarbanilate in 
methyl alcohol with sodium methylate and methyl iodide. 
On distilling, the product boiled at 133° at 17 mm. pressure 
and was a yellow oil with a peculiar odor. When this was 
treated with hydrogen chloride in solution in benzene, no pr^ 
cipitate was obtained, the solution evolved heat, and methyl 
chloride escaped. On evaporation, an oil was obtained which 
solidified to a mass of colorless crystals, and when crystallized 
from petroleum ether, fine, long needles were obtained, melt- 
ing from 83° to 84°. This material was identical in every re- 
spect with methyl thiolcarhanilatey CeHaNHCO.SCH,. The 
thion ester melts at 97°.* 

When the above imidothiolcarbonic ester was heated with 
aniline in an oil-bath at 180° -190° for several hours, carbanilide 
crystallized out from the hot mixture. The heating was then 
stopped and the mass filtered and the oil distilled at 17 mm. 
pressure, whereupon about one-half of the product boiled from 
82° to 131°, and the remamder from 131° to 140°. It follows 
from this that little or no methylisocarbanilide was present, 
since the isourea ethers boil near 200° at the above pressure-f 
On heating this carbonic ester derivative with diisobutylamine 
for several hours in an oil-bath from 146° to 160° no effer- 
vescence took place and little or no mercaptan was evolved. 
This deportment with bases is in striking contrast with the 
behavior of the benzoylimidothiocarbonic acid derivatives 
which readily react at a much lower temperature. J 

* Orndorff and Richmond, Amer. Chem. Jour., xzii, 462. 

t Stieglitz, also Dains, loc. dt. 

X Wheeler and Johnson, Amer. Chem. Jour., loc. cit 
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Methyl BmzoylthiolcarhanUate, C^H^COiC^E^jN^COSCH^. 
— On mixing 2 g. of the above dimethyl carbonate with 1 
molecular proportion of benzoyl chloride and heating, no ac- 
tion was observed below 140**. At this temperature methyl 
chloride was evolved, and on maintaining the bath at 160** for 
several hours a slow evolution of gas was noticed. On cool- 
ing and crystallizing the residue from petroleum ether, well- 
crystallized needles or prisms were obtained, melting at about 
93®. When this was mixed with methyl thioncarbanilate 
(melting-point, 97°), the mixture melted at about 88**. A 
nitrogen determination gave: 



Voond* 



Calculated for 
C,sHuN0,8. 

N 5.16 5.76 



That this material is a benzoyl derivative was shown by 
warming it with aniline on the water-bath, when benzanilide 
was obtained. 

When dimethylphenylimidothiol carbonate was mixed with 
acetyl chloride, no action whatever was observed, while the 
analogous ethylphenylimido-formate, CeH^NssCHOCaHs reacts 
violently with acetyl chloride.* 

Methyl Acetylthioncarbanilatey CE^CO,{C^H^^NCS.OCHy — 
The silver salt of methyl thioncarbanilate was prepared in the 
usual way by means of sodium hydrate and alcoholic silver 
nitrate. It forms an amorphous gray precipitate. When this 
(17 g.), after drying, was treated with acetyl chloride in 
benzene, a reaction took place in the cold, and on evaporating 
the benzene and crystallizing the residue from dilute alcohol, 
colorless crystals separated, melting at 47^-49°. A nitrogen 
determination gave : 

Calcnlatod for v^«««4 

CwHj,NO,B. '<»"^ 

N 6.69 &71 

The material was desulphurized on boiling in alcoholic solu- 
tion with mercuric oxide, showing the presence of the thion 

• Wheeler and Walden, Amer. Chem. Jour., xix, 134. 
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group. When this compound was warmed with aniline, it 
gave methyl thioncarbanilate and acetanilide. 

Diethyl Phenylimidothiolcarbonate^ C^ff^=C< qq ^* — We 

prepared this ester according to the directions of Liebermann,* 
except that alcoholic solutions were used instead of aqueous, 
as otherwise it frequently happens that a product is obtained 
which is completely decomposed when distilled. This ester 
was found to boil from 167° to 160® at 21 mm. pressure. 

When this oil was treated with hydrogen chloride in ben- 
zene, no precipitate was obtained. On evaporating and crys- 
tallizing the residue from dilute alcohol, needles separated 
which melted at about 69®. That this material was ethyl 
thiolcarbanilate, and not the thion compound, was shown by 
mixing a portion with each of these substances. When mixed 
with the thiol ester melting from 69® to 70®, the mixture melted 
imaltered at the same temperature; when mixed with the 
thion ester melting at about 71®, it melted below 60®. 

Fhenylimidothiolisoamylethyl carbonate^ C^II^N=C< QQjff^' — 
This oil was prepared by Mr. T. B. Johnson in order to com- 
pare its behavior towards hydrogen chloride with that of 

SC H 

the analogous compound, CeH5C0N=C<Q(^jjS which latter 

gives a thion and not the thiol ester. The oil was made by 
treating the sodium salt of ethyl thioncarbanilate in alcohol 
with amyl bromide. When the mixture no longer gave an 
alkaline reaction, water was added, and the product extracted 
with ether. On attempting to distil the oil under reduced 
pressure, it decomposed. A portion of the crude material was 
saturated in benzene with hydrogen chloride, whereupon, on 
evaporating and crystallizing the residue from alcohol, long, 
colorless needles were obtained which melted at 66® and had 
all the properties of isoamyl thiolcarbanilate. 

Action of Acetyl rhodanide on Ethyl Phenylthioncarhazinate. — 
2 g. of the latter and 1 g. of the former were mixed 

• Ann. Chem. (Liebig), cerii, IGD. 
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together and gently wanned, whereupon hydrogen sulphide 
was evolved ; when this ceased and the product was crystal- 
lized from 95 per cent alcohol, bunches of colorless needles 
separated, which melted at 93^-94°. A nitrogen determina- 
tion gave the following result: 

Calculated for -^„^- 

CuHj^,0,8. '*^"«*- 

N 15.96 16.54 

For reasons stated in the introduction, this product is in all 
probability l-phenyl-8-ethoxy-4-acetyl-5-sulphotriazolone. 

Action of Bemoylrhodanide on Ethyl Phenylthioncarbazinate. 
— 2 g. of the carbazinic ester were mixed with 1.4 g. 
of the rhodanide and warmed, after hydrogen sulphide ceased 
being evolved, the product was crystallized from alcohol, 
whereupon flattened prisms melting from 186° to 188°, were 
obtained. These, on analysis, gave: 



Voond. 



Calculated for 

N 12.9 12.6 



The analytical result agrees with the calculated for 1-phenyl- 
8-ethoxy-4-benzoyl-6-sulphotriazolone. This compound is 
exceedingly stable, since it was found that it can be boiled 
with hydrochloric acid, concentrated ammonia, strong potash, 
anilme ; and also with benzoyl chloride and be recovered un- 
altered. An alcoholic solution of silver nitrate desulphurizes 
it on boiling, which fact indicates that the substance is a tri- 
azole derivative and not a biazolone. 

C'Acetyl9ulph>4>^henyl'(i-%emicarhazidicthiolethyl Ustety 

OIIsOONff'-GS'-N(O^H,)^NHCO.SGtH,. — 
When 1 g. of thiolphenylcarbazinic ethyl ester was mixed 
with 0.5 g. of acetylrhodanide in benzene solution and the 
whole was warmed, no hydrogen sulphide was noticeable. 
On standing, long prisms separated, melting at 145°. These 
were difficultly soluble in benzene, and an analysis gave : 



Vouod. 



Calculated for 
OuHuNsOA* 

N 14.14 14.28 
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When this product is heated to 160®, mercaptan is evolved. 
e*Benzoylmlpho'lhphenyl-^'8emicarbazidicthioletht/l JSster^ 

Benzoylrhodanide and ethyl thiolphenylcarbazinate readily 
combine in benzene solution. The product separates from 
benzene in colorless needles or prisms melting at 148** -160°. 
A nitrogen determination gave: 

OalcuUtod for w«.«^ 

N 11.69 12.13 

<?, thDiphenyl-a-aemicarbazidicthionethi/l E%ter^ 

O^B^Nff'-CO''N(C.H^)^NECS.OCiH,. — 
Ethyl thionphenylcarbazinate dissolves in the calculated quan- 
tity of phenyl isocyanate, when the mixture is gently warmed, 
and then solidifies. On crystallizing the material then from 
alcohol, colorless prisms, melting from 114° to 116°, separate. 
Nitrogen determinations gave the following results: 

Calculated for Found. 

CiAtNsO^ L n. 

N 13.0 13.09 13.01 

When this material was heated with aniline, carbanilide was 
obtained which was identified by its properties and also by a 
nitrogen determination. 

iy-i'Diphenyl^'Semicarhazidicthiolethyl Ester^ 

C^H^NH^ CO^N(C,ffs)-^IfCO,SCiH,, 
formed by adding phenyl isocyanate to the thiolcarbazinic 
ester, crystallizes in small, spear-shaped plates, which are 
quite difficultly soluble in alcohol and which melt at 166°. 
A nitrogen determination gave: 

Calculated for ■u««^ 

N 13.0 13.2 

These esters are soluble in alkali and on boiling are 
decomposed. 

c, h-IHphenylrCirBemicarhazidicthiolmethyl Ester^ 

C^H,NHCO-N{ C^ff,)^NffOO.SCff^, — 
This was prepared in a similar manner to the above ethyl 
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ester in order to determine whether it could be converted into 
the " diphenylimidobiazolonyl-fi^methylsulfid " (1,4-diphenyl- 
triazolone-3-methybnercaptan) of Marckwald,* the nearest ana- 
logue of the ring-formed compounds described in this paper, 
and thus decide whether the compounds in question are 
triazol derivatiyes or thiobiazolones. Theoretically, all that is 
required is the removal of water from the above ester in the 
same manner as hydrogen sulphide separates in formula VII, 
but attempts to do this were without success. The ester crys- 
tallizes from alcohol in small plates, which melt at 186^, and 
it is identical with the compound prepared from diphenylurea- 
imidothiolmethylethyl carbonate (see below) and hydrogen 
chloride. When heated to its melting-point, it decomposes, 
slowly giving off mercaptan and phenyl isocyanate. It dis- 
solves in concentrated sulphuric acid and is precipitated un- 
altered by water. It can be boiled with acetic anhydride, 
from which it crystallizes unaltered in prisms. It is insoluble 
in concentrated boiling hydrochloric acid, but it dissolves 
readily in alkalL When the alkaline solution was boiled, an 
inflammable gas was given off and, on cooling, needles sepa- 
rated. These melted at 161^ , after crystallization bom alcohol, 
and were insoluble in hydrochloric acid. This was not the 
compound sought for, and therefore it was not further 
examined. 

(?, b-Diphenyl-a^emicarbazidicthiolbenzyl Ester^ 

C.ff,NHCO^N(C^ff,)^NHCO.SCHtC^lT,, — 
Phenyl isocyanate unites readily with thiolphenylcarbazinic- 
benzyl ester in benzene solution. The product is readily solu- 
ble in benzene and hot alcohol, difficultly soluble in cold 
alcohol, and insoluble in water. It crystallizes in small 
bunches of flattened prisms or plates, which melt at about 
150^. A nitrogen determination gave: 



Toond. 



Caloolated for 
OnHifNgO^ 

N 11.1 10.8 

* Bet. d. chem. Get., xzt, 8111. 
VOL. II.* 24 
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Thtolm€thyUthylcarb<miee8terdiphenyhemicarba2anef 

was prepared by adding ice-cold sodium methylate and methyl 
iodide to the above diphenylsemicarbazidicthionethyl ester. 
After remaining in the cold for two hours the action was 
complete, whereupon water was added, and the product ex- 
tracted with ether. On crystallizing from alcohol, lozenge- 
shaped crystals were obtained which melted at 108^-109^, and 
a nitrogen detennination gave: 

C„Hj,N,0,8. ™°*^ 

N 12.7 12.6 

When this substance, dissolved in benzene, was treated 
with hydrogen chloride, ethyl chloride was evolved, and the 
above-described thiolmethyl ester, which melts at 186% was 
obtained. 

Thioldiethylearl<m%eeBUrdipTienyUemicaThazone^ 

was obtained when a mixture of ethyl bromide, sodium ethyl- 
ate, and the above thionsemicarbazidicethyl ester was allowed 
to stand at ordinaiy temperatures for several hours. On crys- 
tallizing the product firom dilute alcohol, needles were ob- 
tained which melted at about 111**. The yield is poor, as 
imder these conditions a compound free firom sulphur is also 
formed. The compound melting at 111® gives the above- 
described ethyl thiolsemicarbazidate with hydrogen chloride, 
a reaction which easily serves to identify it. It is readily 
soluble in alcohol and benzene, difficultly in petroleum ether, 
and insoluble in water. 

a'Et7ioxy'<i^phenylimid(hfi''phenyloxybiazol%ne^ 

Cff^N N 

This appears to be the compound free from sulphur that 
accompanies the above carbonic ester derivative. It was also 
obtained when 2 g. of c,&-diphenyl-a-semicarbazidicthionethyl 
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ester was boiled in alcohol with sodium ethylate for two hours. 
Water then precipitated the compound, which crystallized in 
fine, long, slender prisms from alcohoL It melted at 86^, and 
a nitrogen determination gave: 

GalonlAted f or w^m^ 

N 14.9 14.6 

tt-Benzylmercapto^'-phenylimido-'fif'phenyloxybiazolim 

C^H^N N 

C^H^N=^C^O^hsCHtC^H^ ' 
When the above diphenylsemicarbazidicthionethyl ester is 
dissolved in aqueous alkali and warmed with benzyl chloride, 
an oil is obtained which, on cooling, solidifies. On crystalliz- 
ing from alcohol, the material separates in the form of color- 
less needles melting at 110^-112°. This contains sulphur, 
and nitrogen determinations gave : 



Oatetdtttodfor 


Found. 


CiH^rNgOB. 


L n. 


11.6 


11.6 11.6 



N 

This compound is insoluble in boiling water and hydro- 
chloric acid, concentrated or dilute. It is insoluble and gives 
off no mercaptan on boiling with strong potash. The prop- 
erties have nothing in common with Marckwald's 1, 4-diphenyl- 
triazolone-8-methylmercaptan, and therefore they indicate that 
this compound is not a triazol derivative. When the sub- 
stance is heated with phosphorus pentachloride, hydrogen 
chloride is evolved, indicating decomposition. 

The Behavior of Bender^s Salt, CtS^0O0.SKy with Ethyl 
Chlorcarbanate. — When 56 g. of the salt were treated with 
the calculated quantity of ethyl chlorcarbonate, the latter 
being dropped slowly on the salt, an energetic reaction took 
place and carbon dioxide and carbon oxysulphide were evolved. 
The latter was identified by standing over water, when hydro- 
gen sulphide was formed. On distilling the product it boiled 
from 125° to 217*^ (?). The greater portion came over from 
125'' to 144° ; this, when redistilled, gave 20 g. of oil boiling at 
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abont 126% which proved to be ethyl caibonate. The higher- 
boiling portions gave methane, carbamide, and meicaptan when 
treated with alcoholic ammonia, indicating the presence of 
thiolethjl carbonate. 

Potasnum XmthaUy CAOCS.SK, and Eihyl CUorear- 
banate. — When 55 g. of potasdmn xanthate and 37 g. of 
ethyl chlorcarbonate were allowed to react and the gas that 
was evolved was passed into alcoholic potash, no test for 
carbon oxysnlphide was obtained. It appeared to consist 
entirely or, at any rate for the most part, of carbon dioxide. 
On <1i«»Hning the resulting oil, 5 g. boiling below 161°, 31 g. 
from 161° to 181°, and 10 g. from 181° to 186° were collected. 

It was found on redistilling these fractions that they boiled 
through a much wider range and that no definite boiling-point 
could be obtained. In the first portions, carbon disulphide 
(45°-120°) and ethyl carbonate (126°-180°) were identified. 
On treating portions boiling from 180° to above 200° with 
alcoholic ammonia, ammonium sulphocyanide, ammonium 
carbonate, ammonium sulphide, and xanthogenamide were 
obtained, thus indicating the presence of thionethyl carbonate, 
xanthogenic ester, and Welde's * compound, S(CS.OCsH|)s. 

Ammonium DithioearbanilaU, C^gNSCS.SNH^y and Mhyl 
Chlorcarbonate. — When the dry salt was treated with chlor- 
carbonic ester in molecular proportions, an energetic reaction 
took place, carbon oxysulphide was evolved, and a seminsolid 
residue was obtained. On treating this with alkali and warm- 
ing, little or nothing dissolved except ammonium chloride 
(absence of ethyl thioncarbamlate). The material had a 
strong odor of phenyl mustard oil, which was removed by 
treating with ether. On crystallizing from alcohol two sub- 
stances were obtained, one melting at 150° (plates) which 
proved to be carbanilide, the other melting at 154° (prisms), 
which on analysis gave 18.2 per cent of nitrogen, while the 
calculated for monophenylthiourea is 18.4 per cent. 

The phenylhydraaine salt of dithiophenylearbaainie acid and 
ethylcJdorcarbonate react in benzene solution without evolution 

«Loccit 
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of gas. On filtering from phenylhydrazine hydrochloride, 
evapoiating the benzene solution, and then crystallizing the 
residue from a mixture of benzene and petroleum ether, color- 
less prisms were obtained which melted at 76** -77®. A nitro- 
gen determination gave: 

ealonlited f or *.««,^ 

0«HaNH-NHCOaOA>HtO. '^""^^ 

N 14.1 14.5 

The solution in sulphuric acid gave an intense red color 
with ferric chloride, the compound agreeing in properties with 
those described by Widman for ethyl phenylcarbazinate. 

Nbw Hayxit, Maj 14, 1900. 
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